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(54) Process for producing chlorine 

(57) The present invent ton is to provide a process 
for producing chlorine by oxidizing hydrogen chloride 
with oxygen, wherein said process uses one catalyst se- 
lected from the following catalysts (1 ) to (9): 

(1) a supported ruthenium oxide catalyst obtained 
by the steps which comprise supporting a ruthe- 
nium compound on a carrier, treating the supported 
one by using a basic compound, treating by using 
a reducing compound, and oxidizing; 

(2) a supported ruthenium oxide catalyst obtained 
by the steps which comprise supporting a ruthe- 
nium compound on a carrier, treating the supported 
one by using a reducing agent to form ruthenium 
having an oxidation number of 1 to less than 4 va- 
lence, and oxidizing; 

(3) a supported ruthenium oxide catalyst obtained 
by the steps which comprise supporting a ruthe- 
nium compound on a carrier, reducing the support- 
ed one by using a reducing hydrogenated com- 
pound, and oxidizing; 

(4) a supported ruthenium oxide catalyst obtained 
by using titanium oxide containing rutile titanium ox- 



ide as a carrier; 

(5) a supported ruthenium oxide catalyst obtained 
by the steps which comprise supporting a ruthe- 
nium compound on a carrier, treating the supported 
one by using a reducing compound or reducing 
agent in a liquid phase, and oxidizing, wherein tita- 
nium oxide contains an OH group in an amount of 
0 1 X 10-4 to 30 X 10-4 (mol/g-carrier) per unit 
weight of the carrier: 

(6) a catalyst system containing the following com- 
ponents (A), and not less than 10% by weight of 
component (B): 

(A) an active component of catalyst; 

(B) a compound wherein thermal conductivity 
of a solid phase measured by at least one point 
within a range from 200 to 500*C is not less 
than 4 W/m. *C: 

(7) a supported ruthenium oxide catalyst having a 
macro pore with a pore radius of 0.03 to B microm- 
eter; 

(8) an outer surface-supported catalyst obtained by 
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supporting ruthenium oxide on a carrier at the outer (9) a supported ruthenium catalyst obtained by 

surface' and ing chromium oxide as a carrier. 
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Description 

BACKGROOUND OF THE INVENTION 
Field of th9 Invention 

[0001) The present invention relates to a process for producing chlorine. More particularly, the present invention 
relates lo a process for producing chlorine by oxidizing hydrogen chloride with oxygen, wherein said process can 
produce chlorine by using a catalyst having high activity in a smaller amount at a lower reaction temperature. The 
above invention also relates to a process for producing chlorine by oxidizing hydrogen chloride, wherein said process 
can facilitate control of the reaction temperature by making it easy to remove the reaction heat from catalyst bed using 
a catalyst having good thermal conductibility, which can be fomned by containing a compound having high thermal 
conductivity of a solid phase, and can achieve high reaction conversion by keeping the whole catalyst bed at sufficient 
temperature lor industrially desirable reaction rate . 

[0002] The present invention also relates to a process for producing a supported ruthenium oxide catalyst. More 
particularly, the present invention relates to a process for producing a supported ruthenium oxide catalyst, wherein 
said process is a process for producing a catalyst having high activity and can produce a catalyst having high activity 
capable of producing the desired compound by using a smaller amount of the catalyst at a lower reaction temperature. 
[0003] Furthermore, the present invention relates to a supported ruthenium oxide catalyst The present invention 
relates to a supported ruthenium oxide catalyst, wherein said catalyst has high activrty and can produce the desired 
compound by using a smaller amount of the catalyst at a lower reaction temperature. 

Description of the Related Art 

[0004] It is well known that chlorine is useful as a raw material of vinyl chloride, phosgene, etc.. and can be produced 
by oxidizing hydrogen chloride. For example, the Deacon reaction by using a Cu catalyst is well known. For example, 
British Patent No. 1 ,046,313 discloses a process for oxidizing hydrogen chtoride by using a catalyst containing a ru- 
thenium compound, and also discloses that ruthenium (III) chloride is particularly effective among the ruthenium com- 
pounds. Furthermore, a process for supporting a ruthenium compound on a carrier is also disclosed and, as the carrier, 
silica gel, alumina, pumice and ceramic material are exemplified. As the Example, a ruthenium chloride catalyst sup- 
ported on silica is exemplified. However a test was conducted using a catalyst prepared by using a process for preparing 
a ruthenium (III) chloride supported on silica disclosed in said patent publication. As a result, the ruthenium compound 
as a catalyst component is drastically volatilized and it was disadvantageous for industrial use. For example. European 
Patent EP-OI B441 3A2 disctoses a process for oxidizing hydrogen chloride by using a chromium oxide catalyst. How- 
ever, conventionally known processes had a problem that the activity of the catalyst is insufficient and high reactron 
temperature is required. 

[0005] When the activity of the catalyst is low, a higher reaction temperature is required but the reaction of oxidizing 
hydrogen chloride with oxygon to produce chlorine is an equilibrium reaction. When the reaction temperature is high, 
it becomes disadvantageous in view of equilibrium and the equilibrium conversion of hydrogen chloride decreases! 
Therefore, when the catalyst has high activity the reactksn temperature can be decreased and, therefore, the reaction 
becomes advantageous in view of equilibrium and higher conversion of hydrogen chloride can be obtained. In case of 
the high reaction temperature, the activity is lowered by volatilizatton of the catalyst component. Also in this point of 
view, it has been required to develop a catalyst which can be used at low temperature. 

[0006] Both high activity per unit weight of catalyst and high activity per unit weight ol ruthenium contained in the 
catalyst are required to the catalyst, industrially. Since high activity per unit weight o( ruthenium contained in the catalyst 
can reduces the amount of ruthenium contained in the catalyst, it becomes advantageous in view of cost. It is possible 
to select the reaction condition which is more advantageous in view of equilibrium by conducting the reaction at a lower 
temperature using a catalyst having high activity. It is preferred lo conduct the reactkjn at a lower temperature in view 
of stability of the catalyst. 

[0007] The catalyst used in the oxtdizing reaction of hydrogen chloride includes, for example, a supported ruthenium 
oxide catalyst prepared by supporting ruthenium chloride on a carrier, drying the supported one, healing in a hydrogen 
gas flow to form a supported metal ruthenium catalyst, and oxidizing the catalyst. When ruthenium chloride is reduced 
with hydrogen, sintering of ruthenium occurs, which results in decrease of activity of the resulting catalyst. 
[0008] A process for preparing ruthenium oxide supported on a carrier without causing sintering of ruthenium during 
the preparation step of a catalyst is preferred. First, a process has been desired which is not a process for reducing 
at high temperature by using hydrogen, but a process for preparing ruthenium oxide on a carrier with preventing sin- 
tering by treating a ruthenium compound with a mixture of a basic compound and a reducing compound, or a mixture 
of an alkali compound and a reducing compound, and oxidizing the treated one . 



EP0936184 A2 

[0009] Second, a process has been desired which is a process for preparing ruthenium oxide on a carrier with pre- 
venting sintering by oxidizing after passing through a state of an oxidation number of 1 to less than 4 valence without 
preparing a ruthenium compound having an oxidation number of 0 valence by completely reduction . 
[0010] Third, it has been desired to'develop a catalyst p/eparing process which can obtain a highly active hydrogen 

5 chloride oxidizing catalyst by passing through a preparation of a highly dispersed supported metal ruthenium catalyst, 
when the preparation is carried out by supporting a ruthenium compound on a carrier, reducing the supported one in 
order to prepare supported metal ruthenium catalyst, and oxidizing to prepare a supported ruthenium oxide catalyst. 
[0011] A supported ruthenium oxide catalyst obtained by using an anatase crystalline or non-crystalline titanium 
oxide as a carrier was highly active to oxidation of hydrogen chloride, but it has been required to develop a catalyst 

10 having higher activity. 

[0012] In the case of a conventional carrier which the content of an OH group on the surface of titanium oxide is too 
large or small, a catalyst having high activity was not obtained and the catalytic activity decreased sometimes as time 
passed. 

[0013] When the oxidizing reaction of hydrogen chloride is conducted at a higher reaction rate with conventionally 
IS known catalysts, heat generated as a result of the high reaction rate can not be sufficiently removed and the temperature 
of the catalyst bed increases locally and, therefore, the reaction temperature can not be easily controlled. 
[0014] Fufthernvsre, when the reaction is conducted by using these catalysts, a large temperature distribution occurs 
in the catalyst bed and it is impossible to keep the whole system at sufficient temperature for industrially desirable 
reaction rate without exceeding upper temperature limit for keeping high catalyst activity. Therefore, the reaction con- 
so version is lowered. 

[0015] As a process for Increasing the rate of rerTK>ving heat generated during the reaction, for example, a process 
for Increasing a heat transfer area in contact with external coolant per volume of the catalyst bed is known. However, 
when the heat transfer area becomes large , the cost of a reactor Increases. On the other hand, when heat is removed 
by cooling the catalyst bed from outside, heat transfers to an external coolant through the catalyst bed and the heat 
25 transfer surface. When the thermal conductivity of the catalyst is improved, the heat removing rate Increases. Therefore, 
it has been required to develop a catalyst having good thermal conductibility, which can increase the heat removing ^ 
rate, to avoid difficulty of control of the reactksn temperature. 

[0016] It is generally considered that, when a carrier supporting an active component of the catalyst Is mixed with 
an inactive component at the rato of 1:1, the activity per volume or per weight reduced to half. Therefore, it is required 
30 to develop a catalyst having good thermal conductivity as described above and further to develop a catalyst having 
high activity which the activity of the catalyst per volume or per weight does not decrease. 

[0017] It is known that, since a supported catalyst is generally prepared by supporting on a carrier having porediam- 
eters of from 30 to 200 angstroms, the rate-determining step of the reaction Is controlled by the catalyst pore diffusion 
control and it is difficult to improve the activity of the catalyst. Therefore. i1 has been required to develop a catalyst 

35 having macropores which the inside of the catalytic particles can be utilized . 

[0018] As a result, since the reaction proceeds in the vicinity of the outer surface of the catalytic panicles, it is con- 
sidered that ruthenium oxide supported on the outer surface of the carrier is used in the reaction but ruthenium oxide 
supported In the catalytic particles is not used in the reaction. Therefore, It has been required to develop a catalyst 
obtained by supporting ruthenium oxide on the outer surface of the catalyst. 

40 [0019] It is also known that a ruthenium oxide catalyst is useful as a catalyst in process for preparing chk>rine by an 
oxidizing reaction of hydrogen chloride and is obtained by hydrotyzing ruthenium chloride, oxidizing the hydrolyzed 
one. and calcining the oxidized one. For example, European patent EP-0743277Aldisclose5 that a ruthenium oxide 
catalyst supported on titanium oxkle is obtained by hydrolyzing a ruthenium compound by using an alkali metal hy- 
droxide, supporting the hydrolyzed one on titanium hydroxide, and calcining the supported one under air. The present 

45 Inventors have found that the supported ruthenium oxide catalyst Is obtained by oxkJizIng a supported metal ruthenium 
catalyst. As a process for preparing the supported metal ruthenium catalyst, for example. It is known that a process 
for preparing a supported metal ruthenium catalyst by supporting ruthenium chloride on a carrier, drying the supported 
one, and heating the dried one in a hydrogen gas flow . However, there was a problem that a supported ruthenium 
oxide catalyst prepared by oxidizing a catalyst reduced by hydrogen has low activity due to sintering of ruthenium when 

so ruthenium chloride is reduced with hydrogen. 

[0020] A process for preparing ruthenium oxide supported on a carrier with preventing sintering has been required. 
First, a process has been desired which is not a process for reducing at high temperature by using hydrogen, but for 
treating a ruthenium compound with a mixture of a reducing compound and a basic compound, or a mixture of an alkali 
compound and a reducing compound, and oxidizing the treated one. 

55 [0021] Second, a process has been desired which is a process for preparing ruthenium oxide on a carrier with pre- 
venting sintering by oxidizing after passing through a state of an oxidation number of 1 to less than 4 valence without 
preparing a ruthenium compound having an oxidation number of 0 valence by completely reduction . 
[0022] In general, it is difficult to reduce the ruthenium compound with a reducing compound, unlike platinum and 



EP 0 936 184 A2 

palladium. For example, because of this , there is a problem that a supported iruthenium oxide catalyst prepared by 
oxidizing after adding hydrazine to ruthenium chloride has low activity because of a formation of complex by adding 
hydrazine to ruthenium chloride. 

[0023] A supported ruthenium oxide t;alalyst"obliiined by'using an anatase crystalline or non-crystalline titanium 
s oxide as a carrier was highly active to oxidation of hydrogen chloride, but it has been required to develop a catalyst 
having higher activity. 

[0024] In (he case of a content of an OH group on the surface of titanium oxide which is a conventional carrier is too 
large or small, a catalyst having high activity was not obtained and the catalytic activity decreased sometimes as time 
passed. 

10 [0025] It is known that the rate-determining step of the reaction is under the catalyst pore diffusion control and it is 
difficult to improve the activity of the catalyst since a supported catalyst Is generally prepared by supporting on a carrier 
having pore diameters of from 30 to 200 angstroms,. As a result, it is considered that ruthenium oxide supported on 
the outer surface of the carrier is used in the reaction but ruthenium oxide supported in the catalytic particles is not 
used in the reaction since the reaction proceeds in the vicinity of ihe outer surface of the catalytic particles. Therefore. 

IS it has been required to develop a technique for supporting ruthenium oxide on the outer surface of the catalyst. 

SUMiyiARY OF THE INVENTION 

[0026] It is an object of the present invention is to provide a process for producing chlorine by oxidizing hydrogen 
20 chloride with oxygen, wherein said process can produce chlorine by using a catalyst having high activity in a smaller 
amount at a lower reaction temperature. One of the above object of the present invention to provide a process for 
producing chlorine by oxidizing hydrogen chloride, wherein said process can facilitate control of the reaction temper- 
ature by making it easy to remove the reaction heat from catalyst bed using a catalyst having good themial conductivity 
which can be formed by containing a compound having high thermal conductivity in solid phase, and can attain high 
25 reaction conversion by keeping the whole catalyst bed at sufficient temperature for industriaify desirable reaction rate 
capable of oxidizing hydrogen chloride, 

[0027] It is still another object of the present invention to provide a process for producing a supported ruthenium 
oxide catalyst, characterized in that said process is a process for producing a catalyst having high activity and can 
produce a catalyst having high activity capable of the desired compound using a smaller amount of a catalyst at a 
30 lower reaction temperature, 

[0028] It is a further object of the present invention to provide a supported ruthenium oxide catalyst, characterized 
in that said catalyst has high activity and can produce the desired compound using a smaller amount of a catalyst at 
a lower reaction temperature 

[0029] That is, the present invention relates to a process for producing chlorine by oxidizing hydrogen chloride with 
35 oxygen, wherein said process uses one catalyst selected from the following catalysts (1 ) to (9): 

(1 ) a supported ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound 
on a carrier, treating the supported one by using a basic compound, treating by using a reducing compound, and 
oxidizing; 

40 (2) a supported ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound 

on a carrier, treating the supported one by using a reducing agent to form ruthenium having an oxidatksn number 
of 1 to less than 4 valence, and oxidizing; 

(3) a supported ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound 
on a carrier, reducing the supported one by using a reducing hydrogenated compound, and oxidizing; 
4S (4) a supported ruthenium oxide catalyst obtained by using titanium oxide containing rutile titanium oxide as a 

carrier: 

(5) a supported ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound 
on a carrier, treating the supported one by using a reducing compound or reducing agent in a liquid phase, and 
oxidizing, wherein titanium oxide contains an OH group in an annount of 0.1 x lO"* to 30 x lO"* (mol/g-carrier) 

so per unit weight of a carrier; 

(6) a catalyst system containing the following components (A), and not less than 1 0% by weight of component (B): 

(A) an active component of catalyst; 

(B) a compound wherein thermal conductivity of a solid phase measured by at least one point within a range 
55 from 200 to SOO^C is not less than 4 W/m,*C; 



(7) a supported ruthenium oxkie catalyst having a macro pore with a pore radius of 0.03 to 8 micrometer; 

(8) an outer surface-supported catalyst obtained by supporting ruthenium oxide on a carrier at the outer surface; 
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and 

(9) a supported ruthenium catalyst obtained by using chromium oxide as a carrier. 

[0030] The present invention also rdiates to a process tck producing a supported ruthenium oxkJe catalyst selected 
s from the tollowing processes (1 ) to (5): 

(1) a process for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a carrier, treating the supported one by using a basic compound, treating by using a 
reducing compound, and oxidizing: 
10 (2) a process for producing a supported ruthenium oxkJe catalyst, which comprises the steps of supporting a 

ruthenium compound on a carrier, treating the supported one by using a reducing compound to form ruthenium 
having an oxidation number of 1 to less than 4 valence, and oxidizing; 

(3) a prxxess for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a titanium oxide carrier containing rutile titanium oxkJe, treating the supported one by 

IS using a reducing agent, and oxidizing; 

(4) a process for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a titanium oxide carrier containing an OH group in an amount of 0.1 x 10"^ to 30 x 10-< 
(mol/g-carrier) per unit weight of a carrier, treating the supported one by using a reducing agent, and oxidizing; and 

(5) a process for producing a supported ruthenium oxide catalyst containing ruthenium oxide only at an outer 
20 surface layer, not less than 80% of the outer surface of said catalyst satisfying the following expression (1 ): 

S/L<0.35 (1) 

2S wherein Lisa distance between a point (A) and a point (B), said point (B) being a point formed on the surface of 

a catalyst wfhen a perpendicular tine dropped from any point (A) on the surface of the catalyst to the inside of the 
catalyst goes out from the catalyst at the opposite side of the point (A), and S is a distance between the point (A) 
and a point (C), said point (C) being a point on the perpendicular line where ruthenium oxide does not exist, wherein 
said process comprises supporting an alkali on a carrier, supporting at least one ruthenium compound selected 

30 from the group consisting of ruthenium halide, rutheniumoxy chloride, ruthenium-acetylacetonato complex, ruthe- 

nium organic acid salt and ruthenium-nttrosyl complex on the carrier, treating by using a reducing agent, and 
oxidizing. 

[0031] The present invention also relates to a supported ruthenium oxide catalyst obtained by supporting on a titanium 
35 oxide carrier containing not less than 20% by weight of rutile titanium oxide. 

DESCRIPTION OF THE PREFERRED EiyiBODII^ENTS 

[0032] The supported ruthenium oxide catalyst (1) used in the present invention is a supported ruthenium oxide 
40 catalyst obtained by the steps which comprises supporting a ruthenium compound on a carrier, treating the supported 
one by using a basic compound, treating by using a reducing compound, and oxidizing the resulting one . In general, 
said catalyst is industrially used in the form of being supported on a carrier 

[0033] The supported ruthenium oxide catalyst (2) used in the present invention is a supported ruthenium oxide 
catalyst obtained by the steps which comprises supporting a ruthenium compound on a carrier, treating the supported 
4S one by using a reducing agent to form ruthenium having an oxidation number of 1 to less than 4 valence, and oxidizing 
the resulting one . 

[0034] The process for preparing the supported ruthenium oxide catalyst used in the oxidizing reaction of hydrogen 
chloride include various processes. For example, a process for preparing a catalyst comprising aithenium oxide having 
an oxidation number of 4 valence supported on a carrier can be prepared by supporting ruthenium chloride on a carrier, 

50 hydrolyzing the supported one by using an alkali, and calcining under an air. Alternatively, a process for preparing a 
catalyst comprising supported ruthenium oxide having an oxidation number of 4 valence can also be prepared by 
supporting ruthenium chlorkJe on a carrier, reducing the supported one by using various reducing agents to form ru- 
thenium having a valence of 0, and calcining under an air. It is also possible to exemplify a preparation example of a 
supported ruthenium oxide catalyst comprising supported ruthenium oxide having an oxidation number of 4, which is 

55 prepared by supporting ruthenium chloride on a carrier, treating the supported one by using a mixed solution of various 
reducing compounds and basic compounds, or treating by using an aqueous alkali solution of a reducing compound, 
or treating by using various reducing agents, thereby to fonn a ruthenium compound having an oxidation number of 1 
to less than 4 valence, and calcining under an air. The catalyst prepared by this preparation process Can be exemplified 
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as a preparation example which is most active to the oxidizing reaction ot hydrogen chloride. The process ot adjusting 
the oxidation number of the ruthenium compound supported on the carrier within a range from 1 to less than 4 valence 
includes various processes, for example, process of treating by using a mixed solution of a reducing compound and 
a basic compound, process ot treating b'y using an ^kali solution of a reducing compound, process ot treating by using 
5 an organolithlum compound, an organosodium compound or an organopotassium compound, process ol treating by 
using an organoaluminum compound, process of treating by using an organomagnesium compound, and process of 
treating by using hydrogen. When using these reducing agents in an excess amount, the ruthenium compound is 
reduced to the valence of 0 and, therefore, it is necessary to use a suitable amount. 

[0035] The process of measuring the oxidation number of the supported ruthenium includes various processes. For 
10 example, since nitrogen is mainly generated when using hydrazine as the reducing agent, the valence number of 
ruthenium can be determined by the amount of nitrogen generated. 
[0036] The reaction scheme will be shown below. 

4RuCt3 + 3N2H4 + 120H' ->4RU° + 12Cr + I2H2O + 3N2 (1) 



or 



4RUCI3 + 3N2H4 ^ 4Ru° + 12Cr + 12H'^ + SNg 

[0037] For example, when the ruthenium compound is reduced by using hydrazine under the conditions of an aque- 
ous alkali solution, a hydroxide of ruthenium is formed. Therefore, the oxidation number of ruthenium can be determined 
by measuring a ratio of ruthenium to oxygen or chlorine binding to ruthenium due to elemental analysis after dehydration 

25 under vacuum. When using ruthenium chloride as the ruthenium compound, a hydroxide and a chloride of ruthenium 
are formed. Therefore, the oxidation number ot ruthenium can also be determined by measuring a ratio of ruthenium 
to oxygen and chlorine binding to ruthenium due to elemental analysis after dehydration under vacuum. 
[0038] In the present invention , the oxidation number of ruthenium was determined from the amount of nitrogen 
generated by using the scheme (1). 

30 [0039] The common part with the catalysts (1 ) and (2) will be explained. 

[0040] The carrier includes, for example, oxides and mixed oxides of elements, such as titanium oxide, alumina, 
zirconium oxide, silica, titanium mixed oxide, zirconium mixed oxide, aluminum mixed oxide, silicon mixed oxide and 
the like. Preferable carriers are titanium oxide, alumina, zirconium oxide and silica, and more preferable carrier is 
titanium oxide. 

35 [0041] The ruthenium compound to be supported on the carrier include compounds, for example, ruthenium chloride 
such as RuCIa and RuClg hydrate; chlororuthenate such as K3RUCI6. [RuClgp- and KgRuCle; chlororuthenate hydrate 
such as [RuCl5(H20)4l2- and [RuCl2(H20)4l*: salt of ruthenic acid, such as K2RUO4; rutheniumoxy chloride such as 
RU2OCI4, RugOClg and 

RusOCIg; salt of rutheniumoxy chloride : such as KgRugOClio and CSRU2OCI4; ruthenium-ammine complex such as 
40 [Ru(NH3)6]2+, [Ru(NH3)6p and [Ru(NH3)5H20l2+; chloride and bromide of ruthenium-ammine complex, such as [Ru 
(NH3)5Clp, 

[Ru(NH3)6l CI2, [Ru(NH3)g]Cl3 and [Ru(NH3)6)Br3; ruthenium bromide such as RuBr3 and RuBfa hydrate; other ruthe- 
nium-organoamine complex; ruthenium-acetylacetonato complex; ruthenium-carbonyl complex such as Ru(CO)5 and 
Ru3(CO)i2 ruthenium organic acid salt such as [Ru30(0CCX:H3)6(H2O)3]OCOCH3 hydrate and Ru2(RCOO)4CI(R = 
45 C1-3 alkyt group); ruthenium-nitrosyl complex such as KjIRuCtstNO)]]. [Ru(NH3)5(NO)]Cl3, (Ru(OH)(NH3)4(NO)] 
(N03)2 and Ru(NO)(N03)3: and ruthenium-phosphine complex. Preferable compounds are ruthenium halide com- 
pounds, for example, ruthenium chloride such as RUCI3 and RUCI3 hydrate and ruthenium bromide such as RuBrg and 
RuBrs hydrate. More preferred one is a ruthenium chloride hydrate. 

[0042] The process of supporting the ruthenium compound on the carrier Includes, for example, impregnation process 

50 and equilibrium adsorption process. 

[0043] The reducing compound used lor treating the ruthenium compound supported on the carrier includes, for 
example, hydrazine, methanol, ethanot, formaldehyde, hydroxylamine or fomnic acid, or an aqueous solution of hydra- 
zine, methanol, ethanol. formaldehyde, hydroxylamine or formic acid, or a solution of anorganic solvent such as ateohot. 
Preferred are hydrazine: methanol, ethanor formakJehyde, and solutions of hydrazine, methanol, ethanol and formal- 

55 dehyde. More preferred are hydrazine and a solution of hydrazine. The reducing compound used for treating the ru- 
thenium compound supported on the carrier includes, for example, a compound having a redox potential of -0.8 to 0,5 
V. a solution thereof, and a solution of an organic solvent such as alcohol. Now a standard electrode potential is used 
in place of the redox potential. Among the compounds listed above, a standard electrode potential of hydrazine is-0.23 
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V. that of tomnatdehyde is 0.056 V and that of formic acid is -0.199 V, respectively. It is also a preferable process to 
use an aqueous alitali solution of the reducing compound. 

[0044] The basic compound listed as the catalyst (1 ) includes, for example, ammonia; amine such as alky I amine, 
pyridine, aniline, trimethylamine andliydroxyi ar^iine; aikAli metal hydroxide such as potassium hydroxide, sodium 
5 hydroxide and lithium hydroxide; alkali metal carbonate such as potassium carbonate, sodium cart}onate and lithium 
carbonate; and hydroxide of quaternary ammonium salt. 

[004S] The basic compound for preparing the catalyst (2) includes, for example, ammonia; amine such as alkyi amine, 
pyridine, aniline, trimethylamine and hydroxyl amine; alkali metal hydroxide such as potassium hydroxide, sodium 
hydroxide and lithium hydroxide; alkali metal carbonate such as potassium carbonate, sodium carbonate and lithium 

10 carbonate; hydroxide of quaternary ammonium salt; and alky! aluminum such as triethyl aluminum. 

[0046] The process of treating the ruthenium compound supported on the carrier by using a reducing compound 
includes, for example, a process of supporting a ruthenium compound on a carrier, drying the supported one, and 
dipping the dried one in a reducing compound or a solution of a reducing compound, or impregnating with a reducing 
compound or a solution of a reducing compound. A process of dipping in an alkali solutkin of a reducing compound is 

IS also a preferable process. 

[0047] A process of treating by using a reducing compound or an alkali solution of the reducing compound, and 
adding an alkali metal chloride is also a preferable process. The process of oxidizing includes, for example, process 
of calcining under air. 

[0048] A weight ratio of ruthenium oxkJe to the carrier is preferably within a range from 0.1/99.9 to 20.0/60.0, more 
20 preferably from 0.5/99.5 to 15.0/85.0, and most preferably from 1.0/99.0 to 15.0/85.0. When (ho ratio of ruthenium 
oxide is too low, the activity is lowered sometimes. On the other hand, when the ratio of ruthenium oxide is too high, 
the price of the catalyst becomes high sometimes. Examples of the ruthenium oxide lo be supported include ruthenium 
dioxkte, ruthenium hydroxide and the like. 

[0049] The embodiment of the process for preparing the supported ruthenium oxide catalyst used in the present 
25 invention include a preparation process comprising the following steps: 

a ruthenium compound supporting step: step of supporting a ruthenium compound on a carrier of a catalyst; 
an alkali treating step: step of adding an alkali to one obtained in the ruthenium compound supporting step; 
a reducing compound treating step: step of treating one obtained in the alkali treating step by using a reducing 
30 compound; and 

an oxidizing step: step of oxklizing one obtained in the reducing compound treating step. 

[OOSO] It is also preferred to use an aqueous alkali solution of a reducing compound to simultaneously conduct the 
alkali treating step and the reducing compound treating step in the above step. 
35 [0051] Preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the present 
invention include a preparation process comprising the following steps: 

a ruthenium haiide compound supporting step: step of supporting a ruthenium halide compound on a carrier of a 
catalyst; 

40 an alkali treating step: step of adding an alkali to one obtained in the ruthenium halide compound supporting step: 

a reducing compound treating step: step of treating one obtained in the alkali treating step by using hydrazine, 
methanol, ethanol or formaWehyde; and 

an oxidizing step: step of oxidizing one obtained in the reducing compound treating step. 

45 [0052] tt is also preferred to use an aqueous alkali solution of a reducing compound to simultaneously conduct the 
alkali treating step and the reducing compound treating step in the above step. 

[0053] More preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the 
present invention include a preparation process comprising the following steps: 

so a ruthenium halide supporting step: step of supporting ruthenium halide on a carrier of a catalyst; 

an alkali treating step: step of adding an alkali to one obtained in the ruthenium halide supporting step; 
a hydrazine treating step: step of treating one obtained in the alkali treating step by using hydrazine; and 
an oxkiizing step: step of oxidizing one obtained in the hydrazine treating step. 

5S [0054] It is also preferred to use an aqueous alkali solution of a hydrazine to simultaneously conduct the alkali treating 
step and the hydrazine treating step in the above step. 

[0065] More preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the 
present invention include a preparation process comprising the following steps; 
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a ruthenium halkle supporting step: step of supporting ruthenium haltda on a carrier o{ a catalyst; 

an alkali treating step: step of adding an alkali to one obtained in the ruthenium haltde supporting step; 

a hydrazine treating step; step of treating one obtained in the alkali treating step by using hydrazine; 

an alkali metat chloride adding step:*step of add^ig an alkkli metal chloride to one obtained in the hydrazine treating 

step; and 

an oxidizing step: step of oxidizing one obtained in the alkali metal chloride adding step. 

[0056] tt is also preferred lo use an aqueous alkali solution of hydrazine to simultaneously conduct the alkali treating 
step and the hydrazine treating step in the above step. 

[0057] The ruthenium halkJe supporting step is a step of supporting ruthenium halide on a carrier of a catalyst. The 
ruthenium compound to be supported on the carrier includes, for example, already listed various ruthenium compounds. 
Among them, preferred examples thereof are halides of ruthenium, for example, ruthenium chloride such as RuClj 
and RuCIa hydrate and ruthenium bromide such as RuBra and RuBrs hydrate. I^ore preferred one is a ruthenium 
chloride hydrate. 

[0058] The amount of ruthenium halide used in the ruthenium halide supporting step is usually an amount corre- 
sponding to a preferable weight ratio of ruthenium oxide to the carrier. That is, ruthenium halide is supported by using 
a process of impregnating an already listed carrier of the catalyst, or a process ot performing equilibrium adsorption. 
As the solvent, for example, water and an organic solvent such as alcohol are used, and water is preferred. The 
impregnated one can be dried, and can also be treated by using an alkali without being dried, but it Is preferable the 
impregnated one is dried . Regarding the conditions for drying the impregnated one, the drying temperature is preferably 
from 50 to 2O0'*C and the drying time is preferably from 1 to 10 hours. 

[0059] The alkali treating step is a step for adding an alkali lo one obtained in the ruthenium halide supporting step. 
The alkali used in the alkali treating step includes, for example, hydroxide, carbonate and hydrogen carbonate of alkali 
metal- aqueous solution of ammonia, ammonium carbonate and ammonium hydrogencarbonate; and solution of an 
organic solvent such as alcohol. As the alkali, for example, hydroxide, carbonate and hydrogencarbonate of alkali metal 
are preferably used. As the solvent, lor example, water is preferably used. The concentration of the alkali vanes de- 
pending on the alkali to be used, but is preferably from 0.1 to 10 mol/l. 

[0060] Regarding a molar ratio of the ruthenium halide to alkali is, for example, 3 mol of sodium hydroxide is equivalent 
to 1 mol of ruthenium halide. Preferably, the alkali is used in the amount of 0.1-20 equivalent per equivalent of ruthenium 
halide The process of adding the alkali include a process of impregnating with a solution of the alkali or a process of 
dipping in a solution of the alkali. The time of impregnatton with the solution of the alkali is usually within 60 minutes. 
Since the activity of the catalyst decreases when the impregnation time is long, the impregnation time is preferably 
within 10 minutes The temperature is preferably from 0 to WC and more preferably from 10 to SO^C. 
[0061] The hydrazine treating step is a step of treating one obtained in the alkali treating step by using hydrazine. 
The process of treating by using hydrazine includes, for example, a process of impregnating with a solution of hydrazine 
and a process of dipping in a solution of hydrazine. The supported ruthenium halide treated by using the alkali in the 
previous step and an alkali soluton may be added to a hydazine solution in a state of being mixed, or may be added 
to the hydazine solution after the alkaline solution was separated by filtration. A preferable process is a process of 
impregnating the supported ruthenium halide with the alkali and immediately adding to the hydrazine solution. The 
concentration of hydrazine used in the hydrazine treating step is preferably not less than 0.1 mol/l. Hydrazine hydrate 
such as hydrazine monohydrate may be used as it is. Alternatively, it is used as a solution of an organic solvent such 
as alcohol Preferably, an aqueous solution ot hydrazine or hydrazine hydrate is used. Anhydride and a monohydrate 
of hydrazine can also be used. Regarding a molar ratio of ruthenium halide to hydrazine, hydrazine is used tn the 
amount of 0 1 to 20 mol per mol of ruthenium halide. The time of impregnation with the solution of hydrazine is preferably 
from 5 minutes to 5 hours, and more preferably from 10 minutes to 2 hours. The temperature is preferably from 0 to 
tOO'C. and more preferably from 10 to SO-^C. After dipping in the hydrazine solution, the dipping one is preferably 
separated from the solution by filtration. ^ „ ♦ »■ 

[0062] It is also preferred to use an aqueous alkali solution of hydrazine to simultaneously conduct the alkali treating 
stepandhydrazine treating step in the above step. Preferable process includesaprocessof slowly dippingoneobtained 

in the ruthenium halide supporting step to those prepared by mixing a preferable amount of the alkali with a preferable 
amount of hydazine, and treating for 5 minutes to 5 hours. 

[0063] More preferable process includes a process of washing a solid produced in the alkali treating step and hy- 
drazine treating step, thereby to remove the alkali and hydrazine, drying, adding an alkali metal chtoride in the following 
alkali metal chloride adding step, drying, and oxidizing. 

[0064] l^ore preferable process includes a process of washing a solid produced in the alkali treating step and hy- 
drazine treating step by using an aqueous solution of an alkali metal chloride, drying, and oxidizing. This process is 
preferred because the removal of the alkali and hydrazine, and the addition of the alkali metal chloride can be conducted 
in the same step. 
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[0065] ThB alkali metal chloride adding step is a step of adding an alkali metal chloride to one obtained in the alkali 
treating step and hydrazine treating step. This step is not an indispensable step to prepare the supported ruthenium 
oxide catalyst, but the activity of the catalyst is further improved by conducting said step, That is, the resulting solid is 
oxidized by the following oxidizing sXhp, but if is A' preferable preparation example to convert it into highly active sup- 
s ported ruthenium oxide by oxidizing the resulting solid treated with the alkali and hydrazine in the presence of an alkali 
metal salt. 

[0066] The alkali metal chloride includes, for example, chloride of alkali metal, such as potassium chloride and sodium 
chloride. Preferable alkaline metal chtorides are potassium chloride and sodium chloride, and more preferable one is 
potassium chtoride. A molar ratio of the alkali metal salt to ruthenium is preferably from 0,01 to 10, and more preferably 
10 from 0. 1 to 5.0. When the amount of the alkali metal salt used is too small, sufficient highly active catalyst is not obtained. 
On the other hand, when the amount of the alkali metal salt used is too large, the cost becomes high from an industrial 
point of view. 

[0067} The process of adding the alkali metal chk^rkie includes a process of impregnating the resulting supported 
ruthenium one , obtained by washing, drying, treating by using an alkali and hydrazine, with an aqueous solutnn of 
IS the alkali metal chtoride, but more preferable process includes a process of impregnating the resulting supported ru- 
thenium one treated with the alkali and hydrazine by washing with an aqueous alkali metal chlorkle solution without 
being washed with water 

[0068] For the purpose of adjusting the pH in the case of washing the resulting supported one , hydrochtoric ackJ 
can be added to an aqueous solution of the alkali metal chtoride. The concentration of the aqueous solution of the 
20 alkali metal chloride is preferably from 0.01 to 10 mol/l, and more preferably from 0. 1 to 5 mol/l. 

[0069] The purpose of washing lies in rennoval of the alkali and hydrazine, but the alkali and hydrazine can also be 
remained as far as the effect of the present invention is not adversely affected. 

[0070] After impregnating with the alkali metal chlortoe. the catalyst is usually dried. Regarding the drying conditions, 
the drying temperature is preferably from 50 to 200** C and the drying time is preferably from 1 to 10 hours. 

ss [0071] The oxidizing step is a step of oxidizing one obtained in the alkali treating step and hydrazine treating step 
(in the case of using no alkali metal chloride adding step), or a step of oxidizing one obtained in the alkali metal chtoride 
adding step (in the case of using the alkali metal chtoride adding step). The oxidizing step can include a process of 
calcining under an air. It is a preferable preparation example to convert it into highly active supported ruthenium oxide 
by calcining one treated with the alkali and hydrazine in the presence of an alkali metal salt, in a gas containing oxygen. 

30 A gas containing oxygen usually includes air. 

[0072] The calcination temperature is preferably from 100 to SOO'C, and more preferably from 280 to 450*C. When 
the catoination temperature is too low, particles formed by the alkali treatment and hydrazine treatment are remained 
in a large amount in the form of a ruthenium oxide precursor and, therefore, the activity of the catalyst becomes insuf- 
ficient sometimes. On the other hand, when the calcination temperature is too high, agglomeration of ruthenium oxide 

35 particles occur and, therefore, the activity of the catalyst is lowered. The cak^ination time is preferably from 30 minutes 
to 10 hours. 

[0073] In this case, it is important to calcine in the presence of the alkali metal salt. By using this process, it is possible 
to obtain higher activity of the catalyst because that process can form more fine panicles of ruthenium oxide, comparing 
the process which includes calcining in the substantially absence of the alkali metal salt. 

40 [0074] By the cak;inatton, the particles supported on the carrier, which are formed by the alkali treatment and hydra- 
zine treatment, are converted into a supported ruthenium oxide catalyst. It can be confirmed by analysis such as X- 
ray diffract ton and XPS (X-ray photoelsctron spectroscopy) that the particles formed by the alkali treatment and hy- 
drazine treatment were converted into ruthenium oxide. Incidentally, substantially total amount of particles formed by 
the alkali treatment and hydrazine treatment are preferably converted into ruthenium oxide, but the particles formed 

45 by the alkali treatment and hydrazine treatment can be remained as tar as the effect of the present invention is not 
adversely affected. 

[0075] The process of oxkjizing one treated with the alkali and hydrazine, washing the renrtained alkali metal chloride, 
and drying is a preferable preparation process. It is preferred that the alkali metal chloride contained on cak:ination is 
sufficiently washed with water. The process of measuring the alkali metal chlortoe after washing includes a process of 

so examining the presence/absence of white turbidity by adding an aqueous silver nitrate solutbn to the filtrate. However, 
the alkali metal chloride may be remained as far as the effect of the present invention is not adversely affected. 
[0076] According to a preferable preparation process, the washed catalyst is then dried. Regarding the drying con- 
ditions, the drying temperature is preferably from 50 to 200*C and the drying time is preferably from 1 to 10 hours. 
[0077] The supported ruthenium oxide catalyst produced by the above steps is highly active, and the activity was 

£5 higher than that ot the catalyst prepared by oxidizing a catalyst obtained by reducing ruthenium chtoride with hydrogen. 
Furthermore, a catalyst obtained by previously treating ruthenium chtoride by using an alkali, treating by using hydrazine 
(alternatively, alkali treatment and hydrazine treatment are simultaneously conducted), and oxkJizing showed higher 
activity than that of a catalyst obtained by treating ruthenium chtoride with hydrazine, and oxidizing. 
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[0078] The supported ruthenium oxide catalyst used in the catalyst (3) o1 the present invention, which is obtained 
by reducing a ruthenium compound supported on a carrier with a reducing hydrogenated compound, and oxidizing, is 
a catalyst containing a supported ruthenium oxide catalyst comprising ruthenium oxide supported on a carrier. In gen- 
eral, it is industrially used in the form of being supported on ^ carrier. 

[0079] As the carrier, the same carriers as those used in the catalysts (1 ) and (2) o! the present invention can be used. 
[0080] As the weight ratio ot the ruthenium oxide to the carrier, the same ratio as that in the catalysts (1) and (2) of 
the present invention is used. 

[0081] As the ruthenium compound lo be supported on the carrier, for example, the same ruthenium compounds as 
those used in the catalysts {1 ) and (2) o1 the present invention are used. 

[0082] The process of supporting the ruthenium compound on the carrier includes, for example, impregnation process 
and equilibrium adsorption process. 

[0083] The reducing hydrogenated compound used for reducing the ruthenium compound supported on the carrier 
include, for example, boron hydride compound such as NaBH4, NaaBaHg, Na2B4Hio. NaaBgHg, LiBH*, KsBsHg, 
K3B4H1O' KgBsHg and AI(BH4)3: organometallic boron hydride compound such as LiB[CH(CH3)C2H5]3H, LiB(C2Hs)3H, 
KB[CH(CH3)C2H5l3H and KB[CH(CH3)CH(CH3)2]3H; metal hydride such as LiAlH, NaH. LiH and KH; and organome- 
tallic hydride such as [(CH3)2CHCH2]2AIH. Preferable reducing agents are alkali metal boron hydride compound such 
as NaBH4, Na2B2H6. Na2B4H,Q, NagBgHg. LiBH4, KaBgHg, K3B4Hio and K^B^Hq. More preferable one is NaBH^. 
[0084] Preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the catalyst 
(3) of the present invention include a preparation process comprising the following steps: 

a ruthenium compound supporting step: step of supporting a ruthenium compound on a carrier of a catalyst; 
a reducing step: step of reducing one obtained in the ruthenium compound supporting step by using a reducing 
hydrogenated compound; and 

an oxidizing step: step of oxidizing one obtained in the reducing step: 



or 



a ruthenium compound supporting step: step of supporting a ruthenium compound on a carrier of a catalyst; 
a reducing step: step of reducing one obtained in the ruthenium compound supporting step by using a reducing 
hydrogenated compound; 

an alkali metal chloride adding step: step of adding an alkali metal chloride to one obtained in the reducing step; and 
an oxidizing step: step of oxidizing one obtained in the alkali metal chtoride adding step . 

[0085] More preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the 
catalyst (3) of the present invention include a preparation process comprising the following steps: 

a ruthenium halide supporting step: step of supporting ruthenium halide on a carrier of a catalyst; 

a reducing step: step of reducing one obtained in the ruthenium hydride supporting step by using an alkali metal 

boron halide compound; and 

an oxidizing step: step of oxidizing one obtained in the reducing compound treating step; 



a ruthenium halide supporting step: step of supporting ruthenium halide on a earner of a catalyst; 

a reducing step: step of reducing one obtained in the ruthenium halide supporting step by using an alkali metal 

boron hydride compound; 

an alkali metal chloride adding step: step of adding an alkali metal chloride to one obtained in the reducing step; and 
an oxidizing step: step of oxidizing one obtained in the alkali metal chloride adding step . 

[0086] More preferred embodiment of the process of preparing the supported ruthenium oxide catalyst used in the 
catalyst (3) of the present invention include a preparation process comprising the following steps: 

a ruthenium chloride supporting step: step of supporting ruthenium chloride on a carrier of a catalyst; 

a reducing step: step of reducing one obtained in the ruthenium chloride supporting step by using sodium boron 

hydride; and 

an oxidizing step: step of oxidizing one obtained in the reducing step; 



or 
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a ruthenium chtorids supporting step: step of supporting ruthenium chloride on a carrier of a catalyst; 

a reducing step: step of reducing one obtained in the ruthenium chloride supporting step by using sodium boron 

hydride; 

an alkali metal chloride adding stdp: step of a^ing an alkali metal chloride to one obtained in the reducing step; and 
an oxidizing step: step of oxidizing one obtained In the alkali metal chloride adding step . 

[0067] The respective steps will be explained below. 

[0088] The ruthenium chloride supporting step is a step of supporting ruthenium chloride on a carrier of a catalyst. 
The amount of ruthenium chtoride used in the ruthenium chloride supporting step is usually an amount corresponding 
to a preferable weight ratio of ruthenium oxide to the carrier That is, a solution of ruthenium chloride is supported on 
the already listed carrier of the catalyst. As the solvent, for example, water and an organic solvent such as alcohol are 
used, and water is preferred. A ruthenium compound other than ruthenium chloride can also be used. However, when 
using a compound which does not dissolve in water, there can be used an organic solvent capable of dissolving it, for 
example, hexane and tetrahydroluran. Then, supported one can be dried or reduced without being dried, but a process 
of drying is preferred. Regarding the conditions for drying the supported one, the drying temperature is preferably from 
50 to 200''C and thQ drying time is preferably from 1 to 10 hours. 

[0069] The reducing step is a step of reducing one obtained in the ruthenium chloride supporting step by using 
sodium boron hydride (NaBH4). The process of the reducing step includes a process of dipping one obtained in the 
ruthenium chloride supporting step in a solutnn of sodium boron hydride . The sodium boron hydride solution includes 
aqueous solution and solution of an organic solvent such as alcohol, but a mixed solution of water and an organic 
solvent can also be used. Preferably, a mixed solution of water and alcohol is used and, more preferably, a solution of 
water and ethanol is used. The concentration of the solution of sodium boron hydride is usually from 0.05 to 20% by 
weight, and preferably from 0.1 to 10% by weight. The molar ratio of the sodium boron hydride to the supported ruthe- 
nium is usually from 1 .0 to 30, and preferably from 2.0 to 15. The catalyst may be washed with water after reducing, 
or may be subjected to a step of washing with an aqueous alkali metal chloride solution as an operation of the alkali 
metal chloride adding step. Preferably, a process of reducing, washing with water, and drying is adopted . 
[0090] It is also possible to reduce with a reducing compound other then sodium boron hydride. In that case, an 
aprotic anhydrous solvent is preferably used. For example, a supported ruthenium compound is reduced with a reducing 
hydrogenated compound other than sodium boron halide by using a toluene solvent. 

[0091] The alkali metal chloride adding step is a step of adding an alkali metal chloride to one obtained in the reducing 
step. This step is conducted in the same manner as that In the alkali metal chloride adding step conducted In the 
catalysts (1 ) and (2) of the present invention. 

[0092] The oxidizing step is a step of oxidizing one obtained in the reducing step (In the case of using no alkali metal 
chloride adding step), or a step of oxidizing one obtained in the alkali metal chlorkJe adding step (in the case of using 
the alkali metal chtoride adding step) . This step is conducted in the same manner as that in the oxidizing step conducted 
in the catalysts (1) and (2) of the present invention. 

[0093] By the calcination, the metal ruthenium supported on the carrier is converted into a supported ruthenium oxkle 
catalyst. It can be confirmed by analysis such as X-ray diffraction and XPS (X-ray photoatectron spectroscopy) thai 
the metal ruthenium was converted into ruthenium oxide. InckJentally, substantially total arriount of the metal ruthenium 
is preferably converted Into ruthenium oxide, but the metal ruthenium can be remained as far as the effect of the present 
Invention is not adversely affected. 

[0094] The process of oxidizing the supported metal ruthenium, washing the remained alkali metal chloride with 
water, and drying Is a preferable preparation process. It Is preferred that the alkali metal chloride contained on calci- 
nation is sufficiently washed with water The process of measuring the alkali metal chtoride after washing includes a 
process of examining the presence/absence of white turbklity by adding an aqueous silver nitrate solution to the filtrate. 
However, the alkali metal chkiride may be remained as far as the effect of the present invention is not adversely affected, 
[0096] The washed catalyst is preferably then dried. Regarding the drying conditions, the drying temperature is pref- 
erably from 50 to 200*C and the drying time is preferably from 1 to 10 hours. 

[0096] The supported ruthenium oxide catalyst produced by the above steps is highly active, and is very effective 
for a process for preparing chlorine by oxidizing hydrogen chtoride with oxygen. 

[0097] The supported ruthenium oxide catalyst used in the catalyst (4) of the present invention is a supported ruthe- 
nium oxide catalyst using titanium oxide containing rutile titanium oxide as a carrier. As the titanium oxide, for example, 
rutite titanium oxide, anatase titanium oxide and non-crystal titanium oxide are known. The titanium oxkte containing 
rutile titanium oxide used in the present invention refers to one containing a rutile crystal, wherein a ratio of the rutile 
crystal to the anatase crystal in the titanium oxide is measured by X-ray diffraction analysis. The measuring process 
will be described in detail hereinafter. When the chemical composition of the carrier used In the present invention is 
composed of titanium oxide atone, the proportion of the rutile crystal Is determined from a ratio of the rutile crystal to 
the anatase crystal in the titanium oxide by using X-ray diffraction analysis. In the present invention, a mixed oxide of 



EP 0 936 184 A2 



the titanium oxide and other metal oxide is also used . In that case, the proportion of the rutile crystal is determined by 
the tollowing process. The oxide to be mixed with the titanium oxide includes oxides ot elements, and preferred exam- 
ples thereof include alumina, zirconium oxkJe and silica. The proportion of the rutile crystal in the mixed oxide is also 
determined from the ratio of the rutile fcrystal to thfe analase crystal in the titanium oxide by using X-ray diffraction 
analysis. It is necessary to contain the rutile crystal. In this case, the content of the oxide other than the titanium oxide 
in the mixed oxide is within a range from 0 to 60% by weight. Preferred carrier includes titanium oxide which does not 
contain a metal oxide other than titanium oxide. 

[0098] It is necessary that the titanium oxide contains the rutile crystal. The proportion of the rutile crystal is preferably 
not less than 10%, more preferably not less than 30%. and most preferably not less than 807o. 
[0099] The process for preparing the titanium oxide containing the rutile crystal includes various processes. In gen- 
eral, the following processes are exemplified . For example, when using titanium tetrachloride as a raw material, titanium 
tetrachloride is dissolved by adding drop wise in ice -cooled water, and then neutralized with an aqueous ammonia 
solution to form titanium hydroxide (ortho-titanic acid). Thereafter, the lormed precipitate was washed with water to 
remove a chlorine ion. In that case, when the temperature on neutralization becomes higher than 20"C or the chlorine 
ion is remained in the titanium oxide after washing, conversion into a stable rutile crystal is liable to occur on calcination. 
When the calcination temperature becomes not less than 600°C. conversion into rutile occurs (Catalyst Preparation 
Chemistry. 1989, page 211, Kodansha). For example, a reaction gas is prepared by passing an oxygen-nitrogen mixed 
gas through a titanium tetrachloride evaporator and the reaction gas is introduced into a reactor The reaction between 
titanium tetrachloride and oxygen starls at a temperature of about 400'C and titanium dioxide formed by the reaction 
of a TiCl4-02 system is mainly an anatase type. However, when the reaction temperature becomes not less than 900*0, 
formation of arutile type can be observed (Catalyst Preparation Chemistry. 19B9, page 89, Kodansha). The preparation 
process includes, lor example, a process of hydro lyz in g titanium tetrachloride in the presence of ammonium sulfate 
and calcining (e.g. Shokubai Kougaku Kouza 10, Catalyst Handbook by Element, 1 978, page 254, Chijin Shokan) and 
a process of calcining an anatase titanium oxide (e.g. Metal Oxide and Mixed Oxide, 1980. page 107, Kodansha). 
Furthermore, rutile titanium oxide can be obtained by a process for hydrolyzing an aqueous solution of titanium tetra- 
chloride by healing. Rutile titanium oxide is also formed by previously mixing an aqueous titanium ccwnpound solution 
of titanium sulfate or titanium chloride with a rutile titanium oxide powder, hydrolyzing the mixture by heating or using 
an alkali, and calcining at low temperature of about 500*C. 

[0100] The process of determining the proportion of the rutile crystal in the titanium oxide includes a X-ray diffraction 
analysis and, as a X-ray source, various X-ray sources can be used. For example, a K a ray of copper is used. When 
using the K a ray of copper, the proportion of the rutile crystal and the proportion of the anatase are respectively 
determined by using an intensity of a diffraction peak of 2 e =27.5 degree of the plane (110) and an intensity of a 
diffraction peak of 2 B=25.3 degree of the plane (101 ) The carrier used in the present invention is one having a peak 
intensity of the rutile crystal and a peak intensity of the anatase crystal, or one having a peak intensity of the rutile 
crystal. That is, the carrier has both of a diffraction peak intensity of the rutile crystal and a diffraction peak of the 
anatase crystal, or has only a diffraction peak of the rutile crystal. Preferred carrier is one wherein a proportion of the 
peak intensity of the rutile crystal to the total of the peak intensity of the rutile crystal and the peak intensity of the 
anatase crystal is not less than 10%. Also in the supported ruthenium oxide catalyst using in the titanium oxide carrier 
containing rutile titanium oxide, an amount of an OH group contained in the carrier is preferably a similar anx)unt to 
Ihe catalyst (5) of the present invention. Although the details will be described with regard as the catalyst (5) of the 
present invention, the amount of the OH group of the titanium oxide of the carrier used in the catalyst is usually from 
0.1 X 10-4 to 30 X 10-4 (mol/g-carrier), preferably from 0.2 X 10-* to 20 x 10"* (mol/g-carner), and more preferably 
from 3.0 X 10-4 to 15 X 10-4 (mol/g-carrier). 

[0101] The supported ruthenium oxide catalyst used in the catalyst (5) of the present invention is a supported ruthe- 
nium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound on a carrier, treating 
the supported one by using reducing compound or reducing agent in a liquid phase, and oxidizing the resulted one, 
wherein titanium oxide containing an OH group in an amount of 0.1 X lO'* to 30 x 10-4 (mol/g-carrier) per unit weight 
of a carrier is used as the carrier The carrier includes, for example, rutile crystal carrier, anatase crystal carrier and 
non-crysta) carrier. Preferable carriers are rutile crystal carrier and anatase crystal carrier, and more preferable one Is 
rutile crystal carrier. It is generally known that a hydroxy I group represented by OH, bound to Ti, exists on the surface 
of the titanium oxide. The titanium oxide used in the present invention is one containing an OH group, and the process 
of measuring the content of OH group wilt be described in detail hereinafter. When the chemical composition of the 
carrier used in the present invention is consisting essentially of titanium oxide alone, it is determined from the content 
of the OH group in the titanium oxide. In the present invention, a mixed oxide of the titanium oxide and other metal 
oxide is also used . The oxide to be mixed with the titanium oxide includes oxides of elements, and preferred examples 
thereof include alumina, zirconium oxide and silica, tn that case, the content of the oxide other than the titanium oxide 
In the mixed oxide is within a range from 0 to 60% by weight. Also this case, the content of the OH group per unit 
weight of the carrier contained in the carrier is determined by the measuring process which is also described In detail 
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hereinafter Preferred carrier is titanium oxide which does not contain the metal oxide other than the titanium oxide. 
{01 02] When the content of the OH group of the carrier is large, the carrier and supported ruthenium oxide may react 
each other, resulting in deactivation. On the other hand, when the content of the OH group of the carrier is small, the 
activity of the catalyst is lowered sometimes b'y si/itering of^the supported ruthenium oxide and the other phenomenon. 
[0103] The process of determining the content of the OH group of the titanium oxide includes various processes. 
For example, a process using a thermogravimetric process (TG) is exemplified. When using the thermogravimetric 
process, the temperature is kept constant and, after removing excess water in a sample, the sample is heated and the 
content of the OH group is measured from a weight loss, According to this process, the arrwunt of the sample is small 
and it is difficult to measure with good accuracy. When heat decomposable impurities exist in the carrier, there is a 
drawback that the actual content of the OH group is not determined. When using the measurement of ignition loss 
(Igktss) for measuring the content of the OH group from the weight toss of the sample in the same manner, the meas- 
urement with high accuracy can be conducted if the amount of the sample is increased. However, an Influence of the 
heat decomposable impurities is exerted similar to the case of the thermogravimetric process. Furthermore, there is 
also a drawback that the weight toss obtained by the thermogravimetric process and ignitton loss measurement also 
includes the bulk OH group content which is not effective on preparation of the catalyst. 

[0104] A process using sodium naphthalene is also exemplified . According to this process, an OH group in a sample 
is reacted with sodium naphthalene as a reagent and then the content of the OH group is measured from the titration 
amount of sodium naphthalene. In this case, since a change in concentration of the reagent for titration and a trace 
amount of water exert a large influence on the results, the measuring results are influenced by the storage state of the 
reagent. Therefore, it is very difficult to obtain a value with good accuracy. 

[0105] A titration process using an alkyi alkali metal is also exemplified . Tlie titration process using the alkyi alkali 
metal includes a preferable process of suspending a titanium oxde carrier or a titanium ox toe carrier powder in a 
dehydrated solvent, adding drapwlse an alkyi alkali metal in a nitrogen atmosphere, and determining the amount of 
the OH group contained in the titanium oxide from the amount of hydrocarbon generated . In that case, since an alkyi 
alkali metal and water contained in the dehydrated solvent react each other to generate hydrocartxxi, the content of 
the OH group in the titanium oxide must be determined by subtracting the generated amount from the measured value 
[0106] Most preferred process includes a process of suspending a titanium oxide carrier or a titanium oxide carrier 
powder in a dehydrated solvent, adding dropwise methyl lithium in a nitrogen atmosphere, and determining the amount 
of the OH group contained in the titanium oxide from the amount of hydrocarbon generated, and the content of the OH 
group in the titanium oxide catalyst which is used in the claims of the present invention is a value obtained by this 
process. 

[0107] The measuring procedure includes, for example, the following process. First, a sample is previously dried in 
an air atmosphere at 1 50*C for 2 hours and then cooled in a desiccator. Thereafter, a predetermined amount of the 
sample is transferred in a flask whose atmosphere was replaced by nitrogen, and then suspended in an organic solvent 
such as dehydrated toluene. The flask is ce-cooled to inhibit heat generation and, after adding dropwise methyl lithium 
from a dropping funnel, (he generated gas is collected and the volume at the measuring temperature is measured. The 
content of the OH group thus determined, which is used in the catalyst, is usually from 0.1 X 10-^ to 30 X lO--* (mol/ 
g-carrier), preferably from 0.2 X lO--* to 20 x 10-4 (mol/g -carrier), and more preferably from 3.0 x lO--* to 15 X 10-* 
(mol/g-carrier). 

[01 08] The process of adjusting the anrwunt of the OH group contained in the titanium oxide carrier to a predetermined 
amount includes various processes. For example, a calcination temperature and a calcination time of the carrier are 
used for adjusting the OH group of the can-ier The OH group in the titanium oxide carrier is eliminated by heating, and 
the content of the OH group can be conlrotled by changing the calcination temperature and calcination time. The 
calcination temperature of the carrier is usually from 100 to 1000"C, andpreferably from 1 50 to BOO'C. The calcination 
time of the can-ier is usually from 30 minutes to 12 hours. In this case, it is necessary to pay attention to the point that 
the surface area of the carrier decreases wfth the increase of the calcination temperature or the calcination time. When 
the titanium oxide is produced from a gas phase, one having small content of the OH group can be produced. Further- 
more, when the titanium oxide is produced from an aqueous phase such as aqueous solution, one havirig large content 
of the OH group can be produced. Furthermore, a process of treating the OH group of the carrier by using an alkali 
and a process of reacting the OH group by using 1.1,1-3.3,3-h0xamethyldisilazane are exemplified. 
[0109] The present invention relates to a process for producing chlorine by using the above supported ruthenium 
oxide catalyst supported on the carrier. A weight ratio of ruthenium oxide to the carrier is usually within a range from 
0.1/99.9 to 20.0/80.0, preferably from 0.5/99.5 to 15.0/85.0, and nr>ore preferably from 1.0/99.0 to 15.0/85.0. When the 
ratto of ruthenium oxide is loo low. the activity is lowered sometimes. On the other hand, when the ratto of ruthenium 
oxide is too high, the price of the catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported 
include ruthenium dioxide, ruthenium hydroxide and the like. 

[0110] The process for preparing the supported ruthenium oxide catalyst by using the above carrier is a process 
comprising the steps of supporting a ruthenium compound on a carrier, treating the supported one by using a reducing 
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compound or a reducing agent in a liquid phase, and oxidizing, and the step of treating with a reducing compound or 
a reducing agent in a liquid phase includes, tor example, a process of treating with a reducing compound or a reducing 
agent in a liquid phase which is conducted in the catalysts (1), (2) and (3) of the present invention, and the process 
described below. That is, the process includes a proofess of suspending one comprising the already described ruthenium 

5 compound supported on the carrier in an aqueous phase or an organic solvent, and bubbling hydrogen, a process of 
treating by using an organolithium compound such as butyl lithium, or an organosodium compound or an organopo- 
tassium compound in an organic solvent, a process of treating by using an organoaluminum compound such as trialkyl 
aluminum, and a process of treating by using an organomagnesium compound such as Grignard reagent. Furthermore, 
various organometallic compounds can be used and examples thereof include alkali metal alkoxide such as sodium 

^0 methoxide; alkali metal naphthalene compound such as sodium naphthalene; azide compound such as sodium azide; 
alkali metal amide compound such as sodium amide; organocalcium compound; organozinc compound; organoalumi- 
num alkoxide such as alky I aluminum alkoxide; organotin compound; organocopper compound; organoboron com- 
pound; boranes such as borane and diborane; sodium ammonia solution; and carbon monoxide. V&rious organic com- 
pound can also be used and examples thereof include diazomethane, hydroquinone and oxalic acid, 

IS [0111] In a process for producing chlorine by oxidizing hydrogen chloride with oxygen, it is preferable that the catalyst 
(1 ), (2) or (3) is a supported ruthenium oxide catalyst obtained by using titanium oxide containing not less than 1 0% 
by weight of rutile titanium oxide as a carrier. 

[0112] It is more preferable that the catalyst (1 ); (2) or (3) is a supported ruthenium oxide catalyst obtained by using 
titanium oxide containing not less than 30% by weight of rutile titanium oxide as a carrier 
so [0113] It is preferable that the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained by supporting a 
ruthenium compound on a carrier, reducing the supported one by using a reducing hydrogenated compound, and 
oxidizing. 

[0114] It is preferable that the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained by supporting a 
ruthenium compound on a carrier, treating the supported one by using a reducing compound, and oxidizing. 
2S [0115] It is preferable that the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained by supporting a 
ruthenium compound on a carrier, treating the supported one by using an alkali solution of a reducing compound, and 
oxidizing. 

[0116] Next, catalyst system will be explained bellow.The catalyst system (6) in the present invention is a catalyst 
system containing at least the following component (A) and (B). wherein the content of the component (B) in the catalyst 
30 system is not less than 10% by weight: 

(A) an active component of catalyst; and 

<B) a compound component wherein thermal conductivity of a solid phase measured by at least one point within 
a range from 200 to 5O0'C is not less than 4 W/m.^C; 

35 

[0117] The catalyst system in the present invention means any packing solid capable of forming a catalyst bed layer 
For example, the catalyst includes not only particles containing an active component of the catalyst, but also particles 
of an inactive component containing no catalytic active component. The catalyst bed layer includes fixed bed and 
fluidized bed. 

40 [0118] The catalyst in the present invention means a molding and a powder which contain a catalytic active 
component , and doesn't mean an inactive molding and an inactive powder included in a catalyst bed, 
[0119] As the above active component of the catalyst as the component (A) in the present invention, for example, 
copper, chromium, ruthenium, and a compound thereof are known. 

[01 20] The content of the component (A) in the catalyst is preferably from 0. 1 to 90% by weight, and more preferably 
45 from 0.2 to B0% by weight. When the content of the component (A) is too small, the activity of the catalyst may be 
lowered. On the other hand, when the content of the component (A) is too large, the cost of the catalyst may become 
high. 

[0121] The example of the above active component of catalyst (A) include ruthenium compound. When using a 
ruthenium compound , a catalyst having high activity can be prepared, so the ruthenium ccxnpound is preferable. The 
50 more preferable example include ruthenium oxkle. A catalyst having higher activity can be prepared by using ruthenium 
oxide. 

[0122] tn the view of the catalyst activity, it is preferable that a component (A) is a component supported on the 
catalyst carrier component or a component (B). For example, in the case of a component (A) is an expensive noble 
metal compound such as ruthenium, large effects can be realized in the cost of the catalyst by supporting a component 
55 (A) on the catalyst carrier component or the component (B) because the catalyst activity increases by supporting a 
small amount of noble metal. 

[0123] More preferable example includes supported ruthenium oxide catalyst on the catalyst carrier component or 
the component (B). 
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[0124] The component (B) in the present invention is a compound wherein thermal conductivity of a solid phase 
measured by at least one point within a range from 200 to 500*0 is not lass than 4 W/m.»C. 

[01 2S] Jha thermal conductivity of compounds of the solid phase in the present invention means the thermal con- 
ductivity measured in the state of continuum (continuous phase) such as a crystal, an amorphous solid, a glass. For 
5 example, in the case of the compound is a crystal, Thermal conductivity is measured in the phase of crystal solid. 
[01 26] The thermal conductivity of the solid phase is described, for example, in Latest Oxide Handbook-Physiochem- 
ical Properties-, {published by Moscow Metallurgical Publication. 1978), Thermophysical PROPEFTTIESof High Tem- 
perature Solid Metals (Oxides and Their Solutions and Mixtures) (published by The Macmillan Company. 1 967). 
[0127] The thermal conductivity of the solid phase is preferably higher It is necessary not less than 4 W/m.'C.And 
it is further preferably not less than 15 W/m.'C. 

[0128] Preferred example of the component (B) includes a -alumina, rutile tin dioxide, rutile titanium oxide, silicon 
nitride and silicon carbide. More preferred one is a-alumina. When an inactive component is added, the activity of the 
catalyst is sometimes lowered. However, by selecting an additive capable of improving the thermal conductibility with 
maintaining the activity of the catalyst, the reaction can be conducted in nrwre industrially advantageous manner. Since 
the thermal conductibility can be improved with maintaining the activity of the catalyst by adding a-alumina. preferred 
example of the component (B) in view of the activity of the catalyst includes a-alumina. 

[0129] It is necessary the content of the component (B) is not less than 1 0% by weight, and preferably not less than 
20% by weight. 

[01 30] By using a catalyst containing not less than 1 0% by weight of the component (8). the reaction heat is sufficiently 
removed, thereby making it easy to control the reaction temperature. Since the whole catalyst bed can be utilized at 
the temperature capable of oxidizing hydrogen chloride at an industrially sufficient reaction rate, high reaction conver- 
sion can be realized . 

[0131] The catalyst carrier component in the present invention is as follows. The examples thereof include oxides 
and mixed oxides of elements, such as titanium oxide, alumina, zirconium oxide, silica, titanium mixed oxide, zirconium 
mixed oxide, aluminum mixed oxide, silicon mixed oxide and the like. Trtanium oxide is the most preferatile catalyst 
carrier component among the above example because the catalyst has high catalytic activity by using a ruthenium 
compound as an active component of catalyst (A). 

[0132] When a catalyst carrier component is a compound wherein thermal conductivity of a solid phase measured 
by at least one point with In a range from 200 to 500 is not less than 4 W/m.»C. the above catalyst carrier component 
is regarded as a component (B). For example, in the case of titanium oxide, there exists rutil crystal titanium oxide, 
anatase crystal titanium oxide, etc. As thermal conductivity of rutil titanium oxide of a solid phase measured at 200 "C 
is 7.5 W/m.'C, rutil titanium oxide is regarded as a component (B). And in the case ot alumina, there exists a -alumina, 
7 -alumina, etc. As thermal conductivity of a-alumina of a solid phase measured at 200 "C is 23 W/m.'C. a-alumina is 
regarded as a component (B). As rutil titanium oxide, a -alumina, etc wherein thermal conductivity of the catalyst carrier 
component is not less than 4 W/m.'^C at 200 "C in the solid phase, they are regarded as a component (B). However, 
as the thermal conductivity of zirconium oxide of a solid phase measured at 400 *C Is 2.05 W/m.'C. zirconium oxide 
is not regarded as a component (B). Therefore the catalyst carrier component includes a part of component (B). On 
the contrary, for example, in the case of silicon nitride, the thermal conductivity of a solid phase measured at 200 "C 
is 24 W/m.'C, so it is regarded as a component (B). but it is not regarded as a catalyst carrier component because 
silicon nitride has too small surface area to support an active component of catalyst (A). Therefor, among the component 
(8). the component which can't support an active component (A) is not a catalyst carrier component. As mentioned 
above, the catalyst carrier component include a part of component (B). 

[01 33] The catalyst system in the present invention contains not less than 10% by weight of a component (B) because 
the thermal conductibility improve by containing the componennt (B). The catalyst system preferably contains not less 
than 20% by weight of a component (B) because the thernr\al conductibility can be much improved. 
[0134] Examples of the shape of the carrier of the catalyst in the case of supporting the active component of the 
catalyst Includes powder, sphere, column, extruded shape and those obtained by spray drying process. In the case of 
the powder, a process of using the powder after molding into sphere, column, extruded shape and the like is generally 
used so as to use the powder industrially. 

[0135] Next the catalyst system which contains the component (B) in the present invention witi be explained. The 
catalyst system comprises two components such as the component (A) and the component (B), or comprises three 
components such as the component (A), the component (B) and the catalyst carrier component. And the catalyst 
system can contain the other component such as an inorganic binder which is used for a molding aid, 
[0136] First embodiment includes a process of using a catalyst made of a rtiolding containing the components (A) 
and (B) obtained by integrally molding. For example, the catalyst preparatbn includes the steps which comprises mixing 
an active component of catalyst (A) with component (B), molding the components by using an inorganic binder and 
calcining. The resulting catalyst is preferable catalyst being easily charged in a reactor because of integrally molding. 
[0137] The process of using a catalyst made of a molding containing the component (A), the component (B) and 
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catalyst carrier component obtained by integrally molding is exemplified. For example, the catalyst preparation method 
includes the steps which comprises mixing an actrvo component (A) with fine particle ot catalyst carrier component 
resulted in high surface area catalyst, mixing the resulted one with component (B). molding the component by using 
inorganic binder, and calcining. The resulting catalyst is preferable as the catalyst is molded integrally and the catalytic 
activity is improved. 

[0138] The catalyst made of a molding containing the component (A) supported on a component (B) is exemplified. 
The catalyst preparation method include the steps which comprises supporting a component (A) on a component (B) 
which have high surface area, wherein a supported one has high catalytic activity , molding the resulted one by using 
inorganic binder, and calcining. The resulting catalyst is preferable as the catalyst has high activity, good thermal 
conductibility, and easily charges into a reactor because of integrally molding. 

[0139] The catalyst made of a molding containing a component (A) supported on a catalyst carrier component and 
component (B) is exemplified. The catalyst preparation method includes the steps which comprises supporting a com- 
ponent (A) on a catalyst carrier component having high surface area, mixing the resulted one with component (B), 
molding the mixed one by using inorganic binder integrally, and calcining. The resulting catalyst is more preferable as 
the catalyst has high catalytic activity, good thermal conductibility 

[0140] The catalyst made of a molding containing a component (A) supported on a mixture of a catalyst carrier 
component with a component (B) is exemplified The catalyst preparation method includes the steps which comprises 
mixing catalyst carrier component with a component (B), molding the resulted one by using inorganic binder integrally 
calcining the molded one, and supporting a component (A) on the calcined one. The resulting catalyst is more preferable 
as the catalyst has high catalytic activity, good thermal conductibility. 

[0141] A second embodiment includes a process using a catalyst system comprising both of a molding containing 
the component (A) and (B) obtained by integrally molding and a molding containing the component (B) obtained by 
integrally molding. For example, the catalyst system is a mixture of the two moldings. The preparation method of one 
molding of the catalyst includes the steps which comprises mixing a component (A) with a component (B), molding the 
components by using inorganic binder integrally, calcining. The preparation method of another nrwiding includes the 
steps which comprises molding the component (B) by using inorganic binder integrally, calcining. The resulting catalyst 
system is preferable as the catalyst system shows good thermal conductibility The molding containing a component 
(A) and a component (B) integrally is exemplified in the first embodiment. 

[0142] The method includes a process of using a catalyst system comprising both of a molding containing a com- 
ponent (A) and catalyst carrier component obtained by integrally nwlding and a molding containing a component (8) 
obtained by integrally molding. One example of the catalyst system is a mixture of the two moldings . The preparation 
method of one molding of the catalyst includes the steps which comprises supporting a component (A) on a catalyst 
carrier component, molding the supported one by using inorganic binder integrally, calcining. The preparation ol another 
molding include the steps which comprises molding a component (8) by using inorganic binder integrally, calcining. 
The another example of the catalyst system is a mixture of the two moldings . The preparation method of one molding 
of the catalyst includes the steps which comprises molding a catalyst carrier component by using inorganic binder 
integrally, calcining the molded one, supporting a component on the calcined one. The preparation method of another 
one includes the steps which comprises nrwiding a component (B) by using Inorganic binder integrally, calcining. The 
two examples of the catalyst systems are preferable examples respectively as the catalyst systems show high catalytic 
activity, and good thermal conductibility. Generally the catalyst system obtained by mixing the sphere molding of a- 
alumina with the sphere molding which comprises a component (A) . a catalyst carrier component is more preferable 
as the catalyst system has good thermal conductibility. 

[0143] Among the above catalysts, a preferable one is a catalyst which the component (C) is a-alumina, 

[0144] Among the above catalysts, preferable one is a catalyst which the component (A) is a component containing 

ruthenium. More preferable one is a catalyst which the component (A) is ruthenium oxide. 

[0145] Among the above catalysts, preferable one is a catalyst which the carrier of the catalyst is titanium oxide, 
[0146] The catalyst used in the present invention is a catalyst capable of producing chlorine by oxidizing hydrogen 
chloride with oxygen. Preferable catalyst includes, for example, catalyst containing copper as an active component of 
the catalyst, such as Deacon catalyst: catalyst containing chromium as an active component of the catalyst, such as 
chromia-sit'ica catalyst; and catalyst containing ruthenium as an active component of the catalyst. Mora preferable 
catalyst is a catalyst containing ruthenium. Since ruthenium is expensive, a catalyst containing a supported ruthenium 
catalyst supported on the carrier of the catalyst is a more preferable catalyst. 

[0147] The supported ruthenium catalyst includes, for example, supported ruthenium oxide catalyst, supported metal 
ruthenium catalyst, and catalyst obtained by supporting a ruthenium compound. 

[0148] As the supported ruthenium catalyst, a supported ruthenium oxide catalyst is preferred because high activity 
can be obtained by low Ru content. The carrier of the supported ruthenium catalyst includes oxides and mixed oxides 
of elements, such as titanium oxide, alumina, zirconium oxide, silica, titanium mixed oxide, zirconium mixed oxide, 
aluminum mixed oxide, silicon mixed oxide and the like. Preferable catalyst carrier components are titanium oxide. 
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alumina, zirconium oxide and silica, and more preferable catalyst carrier component is titanium oxide, and most oref- 
erable carrier is titanium oxide tiaving rutile crystalline structure. 

t0149] The supported ruthenium oxide catalyst will be explained below. A weight ratio of ruthenium oxide to the 
earner of the catalyst is usually withir\ a rangfi Irtfim 0.1/99.9 to 20.0/BO.O. preferably from 0.2/99 8 to 15 0/85 0 and 
more preferably from 0.5/99.5 to 1 0.0/90.0. When the proportion of the ruthenium oxide is too low. the activity is towered 
sometimes. On the other hand, when the proportion of ruthenium oxide is too high, the price of the catalyst becomes 
high sornetimes. Examples of the ruthenium oxide to be supported include ruthenium dioxide, ruthenium hydroxide 
and the like. 7«r«yMwc 

[01S0] The process of preparing a supported ruthenium oxide will be explained below 

[01 51] The process of preparing a calaVst includes various processes, and four kinds of preparation process will be 
shown as an embodiment. A catalyst having high thermal conductlbilrty can be used in the present invention and a 
process of increasing the thermal conductibillty of the catalyst includes a process for preparing a catalyst by mixing a 
compound having high thermal conductivity. Examples of the component (B) having high themial conductivity includes 
2'^!!^ T'^^T.k" ' ^'"V^ P'°^«^^ ^^'"9 a-alumina is exemplified. The catalyst carrier component includes various 
compounds . but the embodiment using titanium oxide is exemplified. The catalyst is prepared by supporting a ruthe- 
nium compound on the catalyst carrier component , but the ruthenium compound to be supported varies dependinq 
on the preparatKxi process. Now the embodiment using ruthenium chloride is exemplified 

[0152] The first embodiment of four kinds of the preparation processes is a process which comprises uniformly mixinq 
a titanium oxide powder with an ot-alumina powder, adding a titanium oxide sol, and molding a carrier of a catalyst 
The proportion of the titanium oxide sol to be mixed is preferably within a range from 3 to 30% by weight in terms of 
Itanium oxide in the titanium oxide sol, based on the weight of the titanium oxide and a^lumina. The molding process 
ncludes process of molding into a spherical shape and a process of exlruskxi molding. The molded object is dried and 

^".n^rl^^ "rf!!- "'^^^ ^ °* ^ '^'^'y^*- temperature is preferably within a range from 

300 to 800 C. At this stage, a earner having high themnal conductibility can be obtained. Then, an aqueous wlutton 
of rutheriium chloride is supported by impregnation. The amount of ruthenium chloride to be used corresponds to a 
preferable ratio of the ruthenium oxide to the carrier of the catalyst. Then, the supported one is dried A suorwrted 
'^^ZZ °ThT"'? '"^""'"3 the dried one with a reducing hydrogenated compound suTh as 

sodium boron hydride, and oxidizing, orprepared by treating the dried one with a reducing compoundsuch as hydrazine 
and oxidizing. The preparation process will be explained in detail hereinafter nyorazine, 
mil^^i . The second embodiment of four kinds of the preparation processes is a process which comprises uniformly 
tI P°*^«^ «n «-^'"^ina powder, and supporting an aqueous ruthenium chloride by impreg 

the carrier nr^^^'"Jt° ^^^^l^^^'r '"''''^^ *° "''^ corresponds to a preferable ratio of the ruthenium oxide fo 
rnr^r H K 1 ^"PP°^«^ ^he dried one is reduced with a reducing hydrogenated 

compound such as sodium boron hydride or treated with a reducing compound such as hydrazine The preparation 
process w.« be explained in detail hereinafter Then, a titanium oxide sol is added and a carrier of the catalyst is molded 
The proportion of the titanium oxide sol is the same proportion as that shown in the first embodiment. Then a catalyst 
|s prepared by dn/ing the molded one, calcining under air to oxidize ruthenium, and washing with water in the same 
manner as the process of preparing the supported ruthenium oxide catalyst, which will be explained in detail hereinafter 
At this stage, a catalyst having good thermal conductibility can be obtained Hereinafter 

^^^^ T''"^ °f kinds of (he preparation processes is a process which comprises supporting an 

ToTtr^'J u" H °n - powder of titanium oxide by impregnation. The amoSnt of theTutheniur^ 

chlorKJe to be used corresponds to a preferable ratio of the ruthenium oxide to the carrier of the catalyst Then the 
supported one IS dried. The dried one is reduced with a reducing hydrogenated compound such as sodium boron 
ZrTJL T """I ' ^"'^^ 'y^^^"'""- P^«P«^«^'°" P^°^^^« be explained in cTet^" 

molded. The proportion of the titanium oxide sol is the same proportion as that shown In the first embodiment Then 
a catalyst is prepared by drying the molded one. cateining under air to oxkiize ruthenium, and wasTn^wTUeMn 
the same mariner as the process of preparing the supported ruthenium oxide catalyst, which will be explained in detail 
hereinafter At this stage, a catalyst having good themial conductibility can be obtained 

;°n^f^.. ^"^T ^'i"^'"^^"* °' kinds of the preparation processes is a process which comprises supporting 

chZ^T'h II" '""^'"'""^ "^'^'^^ °" ^ °* ^'^'^^ impregnation. The amount of the ruS^niur^ 

Chloride to be used corresponds to a preferable rat» of the ruthenium oxide to the carrier of the catalyst Then the 

hv"SE!^eTndTh«n T J?' "'"^^ ' ^^'"^'"9 hydrogenated compound such as folium bo on 

hydride and then oxidized to prepare a supported ruthenium oxide catalyst. Alternatively the dried one is treated with 

Lat«n ™ w-rh ' i'' "j;*^*"" *° P^^P^^^ ^ ^'^PPP^^^ oxi^e catalyst. The prep 

Ts addL^rn 0^^'"°"^ ~-«'""^*na is uniformly mixed. Then, a titanium oxide sol 

Ihnl ?K , "^'"^^'^^ <^«^'y«^ '"owed. The proportion of the titanium oxide sot is the same proportion as tha 
Shown ,n the first embodiment. Then, the molded one is dried and then calcined under air. The calcinat^empera ture 
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is preferably within a range from 300 to 600*C. Then, the calcined one is washed with water to prepare a catalyst. At 
this stage, a catalyst having good thermal conductibility can be obtained. 

[0156] The process for preparing a supported ruthenium oxide catalyst used in the present invention includes a 
process for preparing a supported ruth'enium ox ids catalyst by supporting a ruthenium compound on a carrier of a 
catalyst, reducing the supported one by using a reducing hydrogenated compound such as sodium boron hydride, and 
oxidizing, or a process for preparing a supported ruthenium oxide catalyst by treating a ruthenium compound by using 
a reducing compound such as hydrazine, and oxidizing, for example, processes for preparing the catalysts (1 ). (2) and 
(3) of the present invention, 

[0157] The first embodiment of the process for preparing a supported ruthenium oxide catalyst used in the present 
tnventbn includes a process for preparing a supported ruthenium oxide catalyst by reducing a ruthenium compound 
supported on a carrier of a catalyst by using a reducing hydrogenated compound, and oxidizing. 
[0156] The ruihenium compound to be supported on the carrier of the catalyst includes the same compounds as 
those listed with respect to the catalysts (1), (2) and (3) of the present invention. 

[0159] The reducing hydrogenated compound used for reducing the ruthenium compound supported on the carrier 
of the catalyst includes the same compounds as those listed with respect to the catalyst (3) of the present invention. 
[0160] The second embodiment of the process for preparing a supported ruthenium oxide catalyst used in the present 
invention includes a process for preparing a supported ruthenium oxide catalyst by reducing a ruthenium compound 
supported on a carrier of a catalyst by using a reducing compound, and oxidizing. 

[0161] The ruihenium compound to be supported on the carrier of the catalyst includes the same compounds as 
those listed with respect to the catalysts (1 ), (2) and (3) of the present invention. 

[0162] The reducing compound used lor treating the ruthenium compound supported on the carrier of the catalyst 
includes the same compounds as those listed with respect to the catalysts (1) and (2) of the present invention, 
[0163] The process for preparing a supported melal ruthenium catalyst will be explained below. The first embodiment' 
of the process for preparing the supported ruthenium oxide catalyst was mentioned after the four embodiment of the 
process for preparing the catalyst having good thermal conductibility 

[0164] The supported metal ruthenium catalyst includes, for example, supported metal ruthenium catalyst obtained 
by supporting a ruthenium compound shown in the first embodiment of the process for preparing the supported ruthe- 
nium oxide on the above-described carrier in the same manner, and reducing the supported one to form metal ruthenium 
by using a reducing agent, for example, a reducing hydrogenated compound such as sodium Iwron hydrate shown in 
the first embodiment of the process for preparing the supported ruthenium oxide catalyst, and supported metal ruthe- 
nium catatyst obtained by supporting ruthenium chloride on the above-described carrier, forming a ruthenium hydroxide 
on the carrier by alkali hydrolysis, and reducing the ruthenium hydroxide by using hydrogen, but a commercially avail- 
able Ru catalyst may also be used, A ratio of the metal ruthenium to the carrier in the metal ruthenium supported on 
the carrier is usually from 0. 1 /99, 9 to 20/80, and preferably from 1/99 to 1 0/90, When the amount o1 the metal ruthenium 
is too smalt, the activity of the catalyst is lowered. On the other hand, when the amount of the metal ruthenium oxide 
is too large, the price of the catalyst becomes high. 

[0165] The process for preparing a catalyst comprising a supported ruthenium compound will be explained. 
[0166] The catalyst comprising a supported ruthenium compound includes the same compounds as those exempli- 
fied in the catalysts (1), (2) and (3) of the present invention. 

[0167] The supporting process includes impregnation process, ion exchange process, precipitation supporting proc- 
ess, coprecipitation process and mixing process. Among them, impregnation process and ion exchange process are 
preferred 

[0168] The impregnation process includes, for example, a preparation process of suspending a carrier in a solution 
prepared by dissolving a ruthenium compound, evaporating a solvent, and drying. The solvent includes water, methanol 
and organic solvent, etc. 

[0169] When the drying temperature of the supported catalyst is too high, volatilization of the ruthenium compound 
occurs and, therefore, the drying temperature is preferably from 30 to 200" C under reduced pressure, and is preferably 
from at)out 60 to 400* C under nitrogen . Under air, the drying temperature is generally a temperature at which the 
ruthenium compound is not decomposed by oxidation with oxygen. The drying time is preferably from about 30 minutes 
to 5 hours. 

[0170] In a catalyst using a catalyst containing a molding obtained by integrally molding (A) an active component of 
catalyst and a catalyst carrier component, and (B) a compound wherein thermal conductivity of a solid phase measured 
by at least one point within a range from 200 to SOO'C is not less than 4 W/m,*C, the inventors have succeeded in 
preparation of a catalyst having almost the same activity of the catalyst prepared from the component (A) and a catalyst 
carrier component as a catalyst virhich is obtained by integrally molding three components, a component (A), a catalyst 
carrier component and a component (B), 

[0171] It is an object of the present invention to obtain chlorine by oxidizing hydrogen chloride with oxygen using the 
above catalyst system. When hydrogen chloride is oxidized with oxygen using the above catalyst, a removing rate of 
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heat generated during the reaction increases and, therefore, control of the reaction temperature becomes easier and 
high reactwn conversion can be obtained by keeping the whole catalyst bed at sufficient temperature for an industrially 
desirab e reac^^on rate. The reaction^ system for producing chlorine Includes, for example, a flow system such as fixed 
bed or flufdized bed. and a gas phase reaction such as fix&d bed flow system and gas phase fluidized bed flow system 
can be preferably used. The fixed bed system has an advantage that separation between the reaction gas and catalyst 
IS not required and high conversion can be accomplished. In the case of the fixed bed reactor, a reaction tube is packed 
wrth cataiyst particles and. in the case of the exothermic reaction, the reaction tube is cooled from the outside In such 
a packed bed since effective thermal conductivity of the particle bed is generally smaller than that of a tube material 

H H . ""T J^ T *"*'!.^"'^ '"''"^""^ P^^*^'^ 9«"««"y 'arger than that of a tube 

matenal and that of a fluKi outside the tube, the whole heat transfer rate can be markedly improved by increasing 
effective thermal conductivity in the partcle bed. The term "effective themial conductivity of the particle bed" used 
herein means a heat transfer rate per unit sectonal area of the particle bed in a certain direction per unit length and 
^'^"^JT^ ^ °^ temperature . According to "Thermal Unit operation. Vol. 1" (ig76 page 

1^-146. Maruzen Co.. Ltd. ). it is known that effective themial conductivity of the particle bed depends on effective 
thermal conduct^ty of particles to be packed and themnal conductivity of a fluid material existing in the tube Ind 
TntnT. ^ Z ^^'f ""'^ Among them, effective themial conductivity of particles strongly 

depends on the thermal conductivity of the solid of the component (compound) constituting the particles and. therefore 
effect^re thermal conductivity of the particles and effective thermal conductivity of the partk:le bed are increased by 
using the component having large thermal conductivity and contribute to an improvement in removing rate of heat 
fbZ hl'V ? ^^^.^'^^^^^"^'^ '^^'^ as oxidation reactkxi of hydrogen chloride. As described 

above, the effect of the present invention is particularly large when the fixed bed system is adopted . The f lukJized bed 

r«n hT!^' f?' T?f "^^^e and the temperature distribution wkfth in the reactor 

pfesentTrirnJio';?. ^^'"P^^^*"'" distribution width can be further minimized by using the catalyst according to the 

hr«?L^^r'"^«^^*'^*^'l'* '""^ «'"d"<=ti'^*«ty (^Bat transfer) and is capable of easily removing 

heat, the above effect can be obtained without increasing the heat transfer area per unit volume in the reactTFo? 
example. comp«nng a multitube reactors having Ihe same reaction volumes, when the heat transfer area is increased 
by decreasing the diameter of the tube, the number of required tubes and amount of the required material a e ncreas^ 

fhea T.^^^^^^^^^^^^ -^''^^ ^- 9-* thermal c™Sy 

nrrpJr^^^ K /f T ^ '^"^^^ °' temperature can be made easier without 

increasing the heat transfer area of the reactor and the reactor with cheap price can be used 
Therefore, it is industrially advantageous. 

u^e^iithriS^^^^^ 

n?ih«li. 1 ?^ "'^^^"^ ^ catalyst containing a supported ruthenium oxide catalyst comprising 

iZTT.TJ"T:^^ ' ^"" J" " '"'^^^'^"^ '^''^ °^ ''-"S eupported^on the ca'er' 

Sita^um Zd n^^^^^^^^ ' mixed oxides of elements, such as titanium oxide, alumina, zirconium oxide, 
s^ica. titanium mrxed oxKle. zirconium mixed oxide, aluminum mixed oxkJe. silicon mixed oxide and the like Preferable 
carriers are titanium oxide, alumina, zirconium oxide and silica, and more preferable carrier is titanil oxL A St 

15X/85.0 and more preferably from 1.0/99.0 to 15.0/85.0. When the proportion of the ruthenium oxkle is too low the 
ac ivity IS lowered sometimes. On the other hand, when the proportion of ruthenium oxide is too high the p^ce d h! 

tCru^ryrx^eifd zrr ■ "^^^'^^ '-''-^^ -'^^ - -™ " 

nnl^i JH^ «mbodimer.t of the process for preparing the catalyst containing macropores having a pore diameter of 
0.03 to 8 micrometer will be described below. The catalyst is prepared by mixing a carrier powder of titanium ox de 

ZT^Tr 'r'"^ '""9^'^ P°^«« • tl^^case using the orSl 

material for forming pores will be illustrated . The organic material for forming pores includes celluloses such asTrl^^ 

""'/''r"' cellulose, filter paper and pulp. Fibrous celluloses such as filter pa^ r and pulp are^e^^^^^^^ 

ml a?^ h ^"^H '""''''"'y ^"^h ^« titania sol. silica sol and Jum'na so! 

may also be added or not. Binders are preferably added. Among sols, titania sol is preferred After the sol iT added 

LaeruTer^lt^m^^^^^^ 

such as ce^L^o^e^^^^^^^ T " ""'f """"^ " *° '^"^'^ '°^ing pores 

Bv c^cinino T ^"^P^^^^"^^ P^'^^^^'y 400 to 700-C. and more pref erabV from 500 to 600-C 

!nr«! hl ^ """^^^ ^'^^^^'^ ""^'^'^^ '°^"^'"9 P°^«s <=a" be removed by burning, thereby to fomi 

pores such as cellulose to the earner powder is usually from 1/99 to 40/60. and preferably from 5/95 to 30/70 A weioht 
rat« Of titania. silica and alumina contained in titania sol, silica sol and alumina s'o, tothe caZ po^erTusuali;^ 
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5/95 to 40/60, and preferably from 1 0/90 to 30/70. 

[0176] Then, the case using the inorgantc material for forming pores will be illustrated . The inorganic material for 
forming pores includes alkali metal salts such as sodium chloride and potassium chloride; alkali metal sulfates such 
as sodium sulfate and potassium sulfatfti and lffgh-.*nelting fioint inorganic salts such as potassium nitrate. Chlorides 

5 of alkali metals are preferred, and potassium chloride and sodium chloride are more preferred. After adding water to 
a carrier powder such as titanium oxide and kneading, an aqueous solution of (he inorganic material for forming pores 
such as potassium chloride is added and the mixture is sufficienlly kneaded. Then, binders such as titania sol. silica 
sol and alumina sol may also be added. Binders are preferably added. Among sols, titania sol is preferred. After the 
sol is added and kneading, the kneaded one is extruded and molded into one having a suitable size using a molding 

10 machine, for example a extruder. The molded one is dried. Alter drying, the dried one is sintered by cateinlng. The 
calcination atmosphere includes air and nitrogen, and air is preferred. The calcination temperature is preferably from 
400 to 700'C, and more preferably from 500 to 600" C. After cooling to room temperature, the inorgank: salt contained 
in the carrier can be removed by sufficiently washing the carrier with water. The process of confirming that potassium 
chloride and sodium chloride could be removed includes a process of examining the presence/absence of white turbidity 

IS using an aqueous silver nitrate solution. By drying the carrier after washing with water, micropores having a diameter 
of 0.01 to 0.4 micrometer can be formed in the carrier. A weight ratio of the inorganic material for forming pores such 
as inorganic salt to the carrier powder is usually from 5/95 to 40/60, and preferably from 5/95 to 30/70. A weight ratio 
of titania, silica and alumina contained In titania sot. silica sol and alumina sol to the carrier powder is usually from 5/95 
to 40/60. and preferably from 5/95 to 30/70. The carrier having micropores can be prepared in the above manner 

20 [0177] /Vmong the above-mentioned organic material tor forming pores and inorganic material for fomning pores , 
organic material for forming pores is preferable. 

[0178] The embodiment of the process for preparing the supported ruthenium oxide catalyst is as follows. The prep- 
aration of the supported ruthenium oxide catalyst containing macropores having a pore diameter of 0.03 to 8 micrometer 
is conducted in the same manner as that in process for preparing the catalyst, whch is conducted in the catalysts (1 ), 
25 (2) and (3) of the present invention using a carrier prepared in the preparation examples of the already described carrier 
containing micropores. 

[0179] The catalyst (7) of the present invention is characterized by using a supported ruthenium oxide catalyst con- 
taining macropores having a pore diameter of 0.03 to 8 micrometer, and the pore diameter distribution of macropores 
can be measured by a mercury porosimeter . The exist of many pores is preferable. The pore diameter ot macropores. 

30 which can be formed by the process described above, is usually from 0.03 to 8 micrometer, and more preferably from 
0.03 to 6 micrometer The larger pore volume of macropores is preferable. The supported ruthenium oxide catalyst 
containing macropores is preferably a catalyst wherein a ratio of an accumulated pore volume of 0.03-6 micrometer 
to an accumulated pore volume of 30-200 angstroms is not less than 0.2/1.0, and preferably not less than 0.29/1.0. 
Since the pore diameter ot the carrier does not change largely by supporting ot the ruthenium compound, the pore 

3S diameter of the catalyst can be determined by measuring the pore diameter of the carrier 

[0180] As the catalyst {B) of the present invention, an outer surface-supported catalyst obtained by supporting ru- 
thenium oxide CXI a carrier at the outer surface can also be used. The supported ruthenium oxide catalyst used in the 
present invention is a catalyst wherein the same content as that of ruthenium oxide described in the item of the sup- 
ported ruthenium oxkie containing nracropores is used and the same carrier is preferably used, that is. a supported 

40 ruthenium oxide catalyst obtained by supporting ruthenium oxide on a carrier In general, it is industrially used in the 
form of being supported on the carrier. 

[0181] The carrier includes oxides and mixed oxkJes of elements, such as titanium oxide, alumina, zirconium oxide, 
silica, titanium mixed oxide, zirconium mixed oxide, aluminum mixed oxide, silicon mixed oxide and the like. Preferable 
carriers are titanium oxide, alumina, zirconium oxide and silica, and more preferable carrier is titanium oxkie. A weight 

45 ratkj of ruthenium oxide to the carrier is usually within a range from 0.1/99.9 to 20.0/80.0. preferably from 0.5/99.5 to 
1 5.0/85.0, and more preferably from 1 .0/99.0 to 1 5.0/B5.0. When the proportion of the ruthenium oxide is too low, the 
activity is lowered sometimes. On the other hand, when the proportion of ruthenium oxide is too high, the prce of the 
catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported include ruthenium dioxide, ru- 
thenium hydroxide and the like. 

so [0182] The process of supporting ruthenium oxide on a carrier at the outer surface includes various processes. For 
example, when a y-alumina carrier is impregnated with ruthenium chloride, it is supported at the outer surface and, 
therefore, it is comparatively easy to prepare a catalyst wherein ruthenium oxkJe is supported at the outer surface. 
However, when a carrier such as titanium oxide is impregnated with ruthenium chtoride, it penetrates into the inside 
ot the carrier and, therefore, it is not easy to support the carrier at the outer surface. Therefore, as the process of 

ss supporting ruthenium oxkJe on a carrier at the outer surface, various processes have been suggested. For example, 
a process of supporting ruthenium chloride on a carrier by spraying is illustrated . As the process of supporting ruthenium 
oxide on a carrier of titanium oxide at the outer surface, any known process may be used. The present inventors have 
found that ruthenium chloride can be satisfactorily supported on a carrier at the outer surface by using an alkali pre- 
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Itminary impregnatiofi process described below. The procedure will be explained by way of the preparation example. 
That is, first, a carrier of titanium oxide having a suitable particle diameter Is impregnated with an aqueous solution of 
an alkali metal hydroxide such as potassium hydroxide and a solution of alkali such as ammonium carbonate and 
amnrxxilum hydrogencarbonate. In this case, S thifckness o? a layer of ruthenium chloride at the surface to be supported 
on the carrier is determined by changing the kind of the alkali, concentration of the alkali, amount of ruthenium chloride 
to be supported, and time from impregnation with ruthenium chtoride to drying. For example, when using potassium 
hydroxide, a thickness of a layer to be Impregnated with ruthenium chtoride can be changed by changing the concen- 
tration of the aqueous solution of potassium hydroxide within a range from 0.1 N to 2.0 N. Then, the carrier is impreg- 
nated with an aqueous solutton of an alkali, and the carrier is dried. Then, the carrier is impregnated with a solution of 
ruthenium chtoride and the carrier is dried. As the solution, an aqueous solution, a solutton of an organic solvent such 
as alcohol, or a mixed solution of water and an organic solvent is used, and a solution of an organic solvent such as 
elhanol is preferred. Then, the carrier impregnated with ruthenium chloride is dried and hydrolyzed by using an alkali 
to form ruthenium hydroxide, which Is converted into ruthenium oxide. Alternatively, the supported ruthenium chtoride 
is reduced to form metal ruthenium, which is oxidized to form ruthenium oxide. The process for preparing the supported 
ruthenium oxide catalyst Includes the foltowing process. 

[01 B3] That is, the process of supporting ruthenium chloride on a carrier at the outer surface was described above, 
the embodiment of the preparation process of converting one supporting ruthenium chloride into a supported rutheniurn 
oxide catalyst is described as foltows. By using the already described one obtained by supporting ruthenium chtoride 
on a carrier at the outer surface, the process Is conducted in the same manner as that in the process for preparing a 
catalyst conducted in the catalysts (1), (2) and (3) of the present Invention. 

[01B4] The catalyst comprising ruthenium oxide supported on a carrier at the outer surface can be prepared in the 
above manner. T 

[0185] The alkali used in the step of preliminarily impregnating the carrier with an aqueous solution of an alkali 
preferably includes potassium hydroxide, sodium hydroxide, ammonium carbonate and ammonium hydrogencar- 
bonate. The concentration of the alkali impregnated in the carrier is usually from 0.01 to 4.0 N. and preferably from 0. 1 
to 3.0 N. When the time from impregnatton of ruthenium chtoride on the carrier, which is impregnated preliminarily with 
the alkali, to drying is tong. the inside of the carrier is also impregnated with ruthenium chtoride and, therefore, a suitable 
time must be selected according to the kind and concentratton of the alkali to be used. Usually, the catalyst is dried 
immediately after impregnation, or dried until 120 minutes after impregnation . Preferably, the catalyst is dried imme- 
diately after impregnation, or dried until 30 minutes after impregnation . 

[0186] The catalyst of the present Invention is an outer surface-supported catalyst obtained by supporting ruthenium 
oxide on a carrier at the outer surface, and the thickness of the layer for supporting ruthenium oxkJe is preferably less 
than 70% of a length from the surface of the carrier as a base point to the center of the carrier particles, and more 
preferably less than 60% of a length from the surface of the carrier as a base point to the center of the carrier particle. 
The process of measuring the thtokness of the layer for supporting ruthenium oxide includes a process of cutting along 
the plana passing through the center of the particles of the supported ruthenium oxide catalyst and measuring by using 
a magnifying glass having graduatton , and a process of cutting in the same manner and measuring by using X-ray 
microanalyser(EPMA). Since the ruthenium component Is fixed to the carrier by impregnating the carrier with ruthenium 
chtoride and drying, the ruthenium component does not transfer largely in the step of preparing the catalyst. Therefore, 
the thtokness of the ruthenium oxide layer is determined by measuring the thtokness of the layer supporting ruthenium 
chlorkJe at the stage where the catalyst is impregnated and dried. 

[0187] As described above, it is also preferable that a process uses a catalyst obtained by supporting ruthenium 
oxide on a carrier containing macropores at the outer surface, wherein said process combines to use a process for 
producing chtorine using a supported ruthenium oxide catalyst containing macropores having a pore diameter of 0.03 
to 8 micrometer as the catalyst (7) with a process for producing chlorine using an outer surface-supported catalyst 
obtained by supporting ruthenium oxide on a carrier as the catalyst (8) at the outer surface. 

[0188] The supported ruthenium catalyst using chromium oxide in the carrier used in the catalyst (9) of the present 
invention is a catalyst obtained by supporting ruthenium on a chromium oxide carrier. 

[0189] Ruthenium to be supported include ruthenium oxide, ruthenium chloride and metal ruthenium. A catalyst 
obtained by cateintng the solid , whtoh is obtained by supporting ruthenium chloride or metal ruthenium on a carrier, 
can also be used. Preferabte catatysl includes ruthenium oxide catalyst supported on chromium oxide, ruthenium 
chloride catalyst supported on chromium oxide, a catalyst obtained by catoining ruthenium chtoride catalyst supported 
on chromium oxide, metal ruthenium catalyst supported on chromium oxide, and catalyst obtained by cateining metal 
ruthenium oxide catalyst supported on chromium oxkJe. More preferable catalyst includes ruthenium oxide catalyst 
supported on chromium oxide, and a catalyst obtained by catolning ruthenium chloride catalyst supported on chromium 
oxide. More preferabte catalyst includes ruthenium oxide catalyst supported on chromium oxide obtained by calcining 
ruthenium hydroxide catalyst supported on chromium oxide, and a catalyst obtained by catoining ruthenium chtoride 
catalyst supported on chromium oxide. 
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[01 00] The process of supporting ruthenium includes impregnation process, ion exchange process and precipitation 
supporting process. Among them, impregnation process and precipitation supporting process are preferred. A weight 
ratio of ruthenium to the carrier is preferably within a range from 0.1/99.9 to 20/80. and preferably from 0.5/99.5 to 
10/90. When the amount of ruthenium h too srnatl* the activity is lowered sometimes. On the other hand, when the 
amount of ruthenium is too large, the price of the catalyst becomes high sometimes. 

[0191] The process of calcining the catalyst obtained by supporting ruthenium on the carrier includes process of 
heating to 200-500° C in a gas containing oxygen. The gas containing oxygen includes air and air diluted with nitrogen. 
Preferable calcination temperature is from 280 to SOO'C, and more preferably from 300 to 450*C. The calcination time 
is usually from 30 minutes to 10 hours. 

[0192] The third component other than the ruthenium compound may also be added, and the third component in- 
cludes, for example, palladium compound, copper compound, chromium compound, vanadium compound, nickel com- 
pound, alkali metal compound, rare earth compound, manganese compound and alkali earth compound. The amount 
of the third component to be added is preferably form 0. 1 to 10% by weight in terms of a proportion to the carrier. 
[0193] The chromium oxide carrier means chromium oxtie alone, or a mixture of chromium oxide and an oxide of 
element, or chromium mixed oxide. The oxide of the element to be mixed with chromium oxide includes alumina, silica, 
silica-alumina, zeolite, diatomaceous earth , titanium oxide and zirconium oxide. The chromium mixed oxide includes 
chromia-silica, chromia-alumina, chromia-tilania and chromia-zirconia. A weight ratio of the additives to chromium 
oxide is usually within a range from 0/100 to 50/50, and preferably from 0/100 to 30/70. The proportion of chromium 
contained in the chromium mixed oxide is usually not less than 10% by weight, and preferably not less than 50% by 
weight. 

[0194] Preferable chromium oxide carrier includes chromium oxide and chromia-titania. More preferable chromium 
oxide carrier is chromium oxide alone. 

[0195] The chromium oxide carrier can be used in the form of a powder, or can also used after molding. The chromium 
carrier may be a commercially available one. and may also be prepared by using a chromium compound. 
[0196] The process for preparing the catalyst includes various processes. For example, the process for preparing 
the catalyst obtained by calcining the ruthenium chloride supported on chromium oxide includes the following prepa- 
ration process. That is, there can be used a process of dissolving ruthenium chloride such as commercially available 
ruthenium chloride hydrate (RuCl3.nH20) in a solvent, impregnatinga chromium oxide carrier with the resulting solution, 
and drying and calcining. 

[0197] The solvent in which ruthenium chloride is dissolved includes water, hydrochloric acid, and an organic solvent 
such as methanol, and water or hydrochloric acid is preferred. The amount of ruthenium chloride to be impregnated 
is usually from 0.1 to 20% by weight, and preferably from 0.5 to 10% by weight. In terms of ruthenium. The drying 
temperature is usually from 50 to lOO^C. The calcination temperature is usually from 200 to 600° C, preferably from 
280 to 500''C, and more preferably from 300 to 450'C. The cateination atmosphere includes gas containing oxygen 
and nitrogen, preferably gas containing oxygen. Preferable examples o1 the gas containing oxygen include air The 
calcination time is usually from 30 minutes to 10 hours. 

[0198] The process for preparing the ruthenium oxide catalyst supported on chromium oxide includes the fotowing 
preparation process, that is, a process of suspending a chromium oxide carrier in a solution obtained by dissolving 
ruthenium chloride such as commercially available ruthenium chk^ride hydrate (RuCt3.nH20) in a solvent, adding an 
alkali, hydrolyzing ruthenium chloride to form ruthenium hydroxide resulting in supporting it on the carrier by precipi- 
tatkin, and oxidizing the supported one to obtain a ruthenium oxide catalyst supported on chromium oxide. The solvent 
in which ruthenium chloride is dissolved includes water, aqueous hydrochloric acid solution, and an organic solvent 
such as methanol, and water or an aqueous hydrochloric acid solution is preferred. 

[0199] The alkali includes aqueous solution of hydroxide of alkali metal, ammonia, carbonate of alkali metat. and 
carbonate of ammonia, and an aqueous solution of hydroxide of an alkali metal is preferred. 
[0200] Preferable process of oxidizing supported ruthenium hydroxide includes a process of calcining in an air 
[0201] The calcination temperature is preferably from 280 to 500' C, and more preferably from 300 to 450° C. The 
calcination can also be conducted in two stages. When the calcination is conducted in two stages, the first stage is 
preferably conducted at low temperature ranging from 150 to 300°C. The calcination time is usually from 30 minutes 
to 10 hours. 

[0202] The amount of ruthenium oxide to be supported is usually from 0.1 to 20% by weight, and preferably from 0.5 
to 10% by weight, in terms of ruthenium. 

[0203] The process for preparing a ruthenium oxide catalyst supported on chromium oxde also includes the following 
preparation process, 

[0204] That is, preferable examples thereof include a process of impregnating a chromium oxide carrier with an 
aqueous ruthenium chloride solution, adding an alkali, hydrolyzing ruthenium chkiride to deposit ruthenium hydroxide 
on the carrier, and calcining it under air. The alkali includes aqueous solutkin of hydroxide of alkali metal, ammonia, 
carbonate of alkali metal, and carbonate of ammonia, and an aqueous solution of hydroxide of an alkali metat is pre- 
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ferred. Preferable examples of the calcination conditions include the above conditions. 

[0205] As described above, preferable examples of the ruthenium oxide catalyst supported on chromium oxide in- 
clude catalyst obtained by supporting ruthenium hydroxide on a carrier and calcining the supported one under air. 
[0206] It can be confirmed by X-ra;^ analysis and analysis by XPS (X-ray photoelectron spectroscopy) that the ru- 
thenium compound was converted into ruthenium oxide. 

[0207] The process for preparing metal ruthenium catalyst supported on chromium oxide includes a process o( Im- 
pregnating a chromium oxide carrier with an aqueous ruthenium chloride solution, and reducing by using a reducing 
agent such as hydrogen, and preferable examples thereof include a process of impregnating a chromium oxide carrier 
with a solution obtained by dissolving commercially available ruthenium chloride hydrate {RuCt3.nH20) in a solvent, 
drying the Impregnated one, and reducing by calcining in a gas containing hydrogen or reducing by using a reducing 
agent such as sodium boron hydride or hydrazine. 

[0208] The process for preparing a catalyst obtained by calcining a metal ruthenium catalyst supported on chromium 
oxide includes the following preparation process. That is, preferable examples thereof include a process of calcining 
the above-mentioned metal ruthenium catalyst supported on chromium oxide in a gas containing oxygen. The calci- 
nation temperature is preferably from 280 to SOCC, and more preferably from 300 to 460*C. The calcination time is 
usually from 30 minutes to 10 hours. 

[0209] It is an object of the present invention to obtain chlorine by oxidizing hydrogen chloride with oxygen using the 
above catalyst. The reaction system used to obtain chlorine Includes, for example, a flow system such as fixed bed or 
fluidtzed bed, and a gas phase reaction such as fixed bed flow system and gas phase flutdized bed flow system can 
be preferably used. The fixed bed system has an advantage that separation between the react bn gas and catalyst is 
not required and that high conversion can be accomplished because a raw gas can be sufficiently contacted with a 
catalyst. The fluidized bad system has an advantage that heat in the reactor can be sufficiently removed and temper* 
ature distribution width in the reactor can be minimized . 
[0210] When the reaction temperature is high, 

volatilization of ruthenium oxide in a highly oxidized state occurs. Therefore, the reaction is preferably conducted at 
low temperature and the reaction temperature is usually from 100 to 500°C, preferably from 200 to AOO'C, more pref- 
erably from 200 to 380"C. The reaction pressure is usually from about atmospheric pressure to 50 atm. As the raw 
material of oxygen, an air may be used as it is, or pure oxygen may also be used. Since other components are also 
discharged simultaneously when an inert nitrogen gas is discharged out of the plant , pure oxygen containing no inert 
gas is preferable. The theoretic molar amount of oxygen based on hydrogen chloride is 1/4 mot, but oxygen is usually 
fed in an amount that is 0.1-10 times of the theoretical amount. In the case of the fixed bed gas phase flow system, 
the amount of the catalyst to be used is usually from about 10 to 20000 h"' in terms of a ratio (GHSV) to a feed rate 
of hydrogen chloride as the raw material under atnrxsspheric pressure. GHSV meats gas hourly space velocity which 
is a ratio of a volume of feed hydrogen chloride gas (l/h) to volume of catalyst (1 ) 

[0211] The present invention which relates to a process for producing a supported ruthenium oxide catalyst will be 
described below. 

[0212] The supported ruthenium oxide catalyst produced in the catalyst (1 ) of the present invention is a supported 
ruthenium oxide catalyst prepared in a ruthenium compound supporting step, an alkali treating step, a reducing com- 
pound treating step and an oxidizing step, more preferably a supported ruthenium oxide catalyst prepared in a ruthe- 
nium halide supporting step, an alkali treating step, a reducing compound treating step and an oxidizing step, and still 
more preferably a supported ruthenium oxide catalyst prepared in a ruthenium halide supporting step, an alkali treating 
step, a reducing compound treatment step, an alkali metal chtoride adding step and an oxidizing step. 
[0213] The supported ruthenium oxide catalyst produced in the catalyst (2) of the present invention is a supported 
ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium compound on a carrier, treating 
the supported one by using a reducing agent to form ruthenium having an oxidation number of 1 to less than 4 valence, 
and oxidizing the resulted one. 

[0214] The process for preparing the supported ruthenium oxide catalyst includes various processes. For example, 
a process for preparing a catalyst comprising ruthenium oxide having an oxidation number of 4 valence supported on 
a carrier can be prepared by supporting mthenium chloride on a carrier, hydrolyzing the supported one by using an 
alkali, and calcining under air Alternatively, a process for preparing a catalyst comprising supported ruthenium oxide 
having an oxidation number of 4 valence can also be prepared by supporting ruthenium chloride on a carrier, reducing 
the supported one by using various reducing agents to form ruthenium having a valence of 0, and calcining under air 
It is also possible to exemplify a preparatksn example ol a supported ruthenium oxide catalyst comprising supported 
ruthenium oxide having an oxidation number of 4, which is prepared by supporting ruthenium chtoride on a carrier, 
treating the supported one by using a mixed solution of varbus reducing compounds and basic compounds, or treating 
by using an aqueous alkali solution of a reducing compound, or treating by using various reducing agents, thereby to 
form a ruthenium compound having an oxidation number of 1 to less than 4 valence, and calcining under air The 
catalyst prepared by this preparation process can be exemplified as a preparation example which is most active to the 
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oxidizing reaction of hydrogen chloride. The process of adjusting the oxidation number of the ruthenium compound 
supported on the carrier within a range from 1 to less than 4 valence includes various processes, for example, process 
of treating by using a mixed solution of a reducing compound and a basic compound, process of treating by using an 
alkali solution of a reducing compound/'process of.'treating *Dy using an organolithium compound, an organosodium 
compound or an organopotassium compound, process of treating by using an organoaluminum compound, process 
of treating by using an organomagnesium compound, and process ol treating by using hydrogen. When using these 
reducing agents in an excess amount, the ruthenium compound is reduced to the valence of 0 and. therefore, it is 
necessary to use it in a suitable amount. 

[021 5] The process ol measuring the oxidation number of the supported ruthenium includes various processes. For 
example, since nitrogen is mainly generated when using hydrazine as the reducing agent, the valence number o( 
ruthenium can be determined by the amount of nitrogen generated. 
[0216] The reaction scheme will be shown below. 

4RuCl3 + 3N2H4 + 120H' 4Ru^ + 1201' + iSHgO + SN^ C) 



or 



4RuCl3 + 3N2H4 4Ru° + 12CI' + 12H^ + 

[021 7] For example when the ruthenium compound is reduced by using hydrazine under the conditions of an aque- 
ous alkali solution, a hydroxide of ruthenium is formed. Therefore, the oxidation number of ruthenium can also be 
determined by measuring a ratio of ruthenium to oxygen and chlorine bound to ruthenium due to elemental analysis 
after dehydration under vacuum. 

[0218] In the present invention, the oxidation number of ruthenium was determined from the amount ol nitrogen 
generated by using the scheme (1). 

[0219] The common part with the processes (1 ) and (2) lor producing the catalyst will be explained. 
[0220] The carrier includes, for example, oxides and mixed oxides ol elements, such as titanium oxide, alumina, 
zirconium oxide, silica, titanium mixed oxide, zirconium mixed oxkJe. aluminum mixed oxide, silicon mwed oxide and 
the like. Prelerable carriers are titanium oxide, alumina, zirconium oxide and silica, and more preferable carrier is 

titanium oxide. , „ui^,:^« 
[0221] The ruthenium compound to be supported on the carrier include compounds, lor example, ruthenium chloride 
such as RuCU and RuCl3 hydrate; chlororuthenate such as KaRuClg. IRuClgp- and KgRuClei chlororulhenate hydrate 
such as [RuCls(H20)4]2- and [RuCl2(H20)4]*; salt of ruthenic acid, such as K2RUO4; rutheniunrraxy chloride such as 
RuoOCU, RU2OCI5 and , l, 
RuoOCU salt of rutheniumoxy chloride, such as KgRuaOClio and CsgRuaOCU. rulhenium-ammine complex such as 
[Ru(NH,)6]2* tRu(NH3)6p- and tRu(NH3)5H20]2^ chloride and bromide of ruthenium-ammine complex, such as {Ru 
(NH.)cC!]2- tRu(NH3)6]CU, [Ru(NH3)6]Cl3 and [Ru(NH3)6lBr3: ruthenium bromide such as RuBr3 and RuBr3 hydrate; 
other ruthenium-organoamine complex; ruthenium-acetylacetonato complex; ruthenium-carbonyt complex such as Ru 
(COW and Ru3(CO)i2; ruthenium organic ackJ salt such as [Ru30(OCOCH3)e(H20)3]OCOCH3 ^^y^rate^^"^,^^^ 
(RCOO)4CI(R- alkyi group having carbon atoms ol 1 -3); ruthsnium-nitrosyl complex such as K2[RuCls(NO)l], [Ru(NH3)5 
(NOICU, [Ru(OH) {NH3)4(NO)I (N03)2 and Ru(NO)(N03)3; and ruthenium-phosphine complex. Preferable ruthenium 
compounds are ruthenium halide compounds, for example, ruthenium chloride such as RUCI3 and RUCI3 hydrate and 
ruthenium bromide such as RuBr3and RuBrg hydrate. Prelerable ruthenium halide includes ruthenium chlonde such 
as RUCI3 and RuClg hydrate and ruthenium bromide such as RuBrg and RuBrg hydrate. More preferred one ts a ru- 
thenium chloride hydrate. 

[0222] The process of supporting the ruthenium compound on the carrier includes, for example, impregnation process 

and equilibrium adsorption process. 

[0223] The alkali used in the alkali treating step includes, for example, hydroxide, carbonate and hydrogencarbonate 
of alkali metal aqueous solution or solution of an organic solvent such as alcohol ol ammonia, ammonium carbonate 
and ammonium hydrogencarbonate. As the alkali, for example, hydroxide, carbonate and hydrogencarbonate of alkali 
metal are preferably used. As the solvent, water is prelerabfy used. It is also a preferable process to use one obtained 
by dissolving a reducing compound in an alkali solution . ^ ^ • *u 

[0224] The reducing compound used in the reducing compound treating step includes, for example, hydrazine, meth- 
anol ethanol formaldehyde, hydroxylamlne or lormic acid, or an aqueous solution of hydrazine, methanol, ethanol, 
formaldehyde hydroxylamlne or formic acid, or a solution of an organic solvent such as alcohol. Preferred are hydra- 
zine methanol, ethanol. formaldehyde, and solutions of hydrazine, methanol, ethanol and fonmatdehyde. More pre- 
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ferrad are hydrazine and a solution of hydrazine. The reducing compound used for treating the ruthenium compound 
supported on the carrier includes, for example, a compound having a redox potential o1 -0.8 to 0.5 V, a solution thereof, 
and a solution of an organic solvent such as alcohol. Now a standard electrode potential is used in place of the redox 
potential Among the compounds listsf} above; a qftandard Electrode potential of hydrazine is -0.23 V, that of fomnalde- 
s hyde is 0.056 V and that of formic acid is -0.1 99 V, respectively. It is also a preferable process to use an aqueous alkali 
solution of the reducing compound. 

[022S] The basic compound for preparing the catalyst (2) includes, for example, amnronia; amine such as alkyi amine, 
pyridine, aniline, trimethy famine and hydroxy I amine; alkali metal hydroxide such as potassium hydroxide, sodium 
hydroxide and lithium hydroxide: alkali metal carbonate such as potassium carbonate, sodium carbonate and lithium 

10 carbonate; hydroxide of quaternary ammonium salt; and alky I aluminum such as triethyl aluminum. 

[0226] The process of treating by using a reducing compound includes, for example, a process of dipping one ob- 
tained in the alkali treating step in a reducing compound or a solution of a reducing compound, or impregnating with 
a reducing compound or a solution of a reducing compound. It is also a preferable process to use an aqueous alkali 
solution of the reducing compound. 

IS [0227] A process of treating by using a reducing compound or an aqueous alkali solution of a reducing compound, 
and adding an alkali metal chloride is also a preferable process. 
[0228] The process of oxidizing includes, for example, process of calcining under air 

[0229] A weight ratio of ruthenium oxide to the carrier is preferably within a range from 0.1/99.9 to 20.0/80.0, more 
preferably from 0.5/99.5 to 1 5.0/B5.0, and still more preferably from 1 .0/99.0 to 15.0/85.0. When the ratio of ruthenium 
20 oxide is too low. the activity is lowered sometimes. On the other hand,' when the ratio of ruthenium oxide is too high, 
the price of the catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported include ruthenium 
dioxide, ruthenium hydroxide and the like. 

[0230] The embodiment of the process for preparing the supported ruthenium oxide catalyst produced by the proc- 
esses (1) and (2) for producing the catalyst of the present invention include a preparation process comprising the 
2S following steps: 

a ruthenium compound supporting step: step of supporting a ruthenium compound on a carrier of a catalyst; 
an alkali treating step: step of adding an alkali to one obtained in the ruthenium compound supporting step; 
a reducing compound treating step: step of treallng one obtained in the atkati treating step by using a reducing 
30 compound; and 

an oxidizing step: step of oxidizing one obtained in the reducing compound treating step. 

[0231] It is also preferred to use an aqueous alkali solution of a reducing compound to simultaneously conduct the 
alkali treating step and the reducing compound treating step in the above step. 
35 [0232] Preferred embodiment of the process of preparing the supported ruthenium oxide catalyst produced by the 
processes (1 ) and (2) for producing the catalyst of the present invention include a preparation process comprising the 
following steps: 

a ruthenium halide compound supporting step: step of supporting a ruthenium halide compound on a carrier of a 
40 catalyst; 

an alkali treating step: step of adding an alkali to one obtained in the ruthenium halide compound supporting step; 
a reducing compound treating step: step of treating one obtained in the alkali treating step by using hydrazine, 
methanol, ethanol or formaWehyde; and 

an oxidizing step: step of oxkJizing one obtained in the reducing compound treating step. 

45 

[0233] It is also preferred to use an aqueous alkali solution of a reducing compound to simultaneously conduct the 
alkali treating step and the reducing compound treating step in the above step. 

[0234] More preferred embodiment of the process of preparing the supported ruthenium oxide catalyst produced by 
the processes (1 ) and (2) for producing the catalyst of the present invention include a preparation process comprising 
^ the following steps: 

a ruthenium halide supporting step: step of supporting ruthenium halide on a carrier of a catalyst; 
an alkali treating step: step of adding an alkali to one obtained in the ruthenium halide supporting step; 
a hydrazine treating step: step of treating one obtained in the alkali treating step by using hydrazine; and 
^ an oxidizing step: step of oxidizing one obtained in the hydrazine treating step. 

[0235] It is also preferred to use an aqueous alkali solution of hydrazine to simultaneously conduct the alkali treating 
step and the hydrazine treating step in the above step. 
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[0236] Still more preferred embodiment of the process of preparing the supported ruthenium oxide catalyst produced 
by the processes (1 ) and (2) for producing the catalyst of the present invention include a preparation process comprising 
the following steps: 

' :. 

5 a ruthenium halide supporting step; step of supporting ruthenium halide on a carrier of a catalyst; 

an alkali treating step: step of adding an alkali to one obtained in the ruthenium halide supporting step; 

a hydrazine treating step: step of treating one obtained in the alkali treating step by using hydrazine: 

an alkali metal chloride adding step: step of adding an atkali metal chloride to one obtained in the hydrazine treating 

step; and 

10 an oxidizing step: step of oxidizing one obtained in the alkali metal chloride adding step. 

[0237] It is also preferred to use an aqueous alkali solution of hydrazine to simultaneously conduct the alkali treating 
step and the hydrazine treating step in the above step. 

[0238] The ruthenium halide supporting step is a step of supporting ruthenium halide on a carrier of a catalyst. The 
15 ruthenium compound to be supported on the carrier includes, for example, already listed various ruthenium compounds. 
Among them, preferred examples thereof are halides of ruthenium, for example, ruthenium chtoride such as RuCb 
and RuClg hydrate and ruthenium bromide such as RuBrj and RuBrg hydrate. Preferred examples of the ruthenium 
halide include ruthenium chloride such as RUCI3 and RuClg hydrate and ruthenium bromide such as RuBrg and RuBrg 
hydrate. More preferred one is a ruthenium chloride hydrate. 
20 [0239] The amount of ruthenium halide used in the ruthenium halide supporting step is usually an amount corre- 
sponding to a preferable weight ratro of ruthenium oxide to the carrier. That is, is supported by using a process of 
impregnating a solution of ruthenium halide with already listed carrier or adsorbing said solution to already listed carrier 
As the solvent, for example, water and an organic solvent such as alcohol are used, and water is preferred. The 
impregnated one can be dried, and can also be treated by using an alkali without being dried, but it is preferable the 
25 impregnating one is dried. Regarding the conditions for drying the impregnated one, the drying temperature is preferably 
from 50 to 200'C and the drying time is preferably from 1 to 10 hours. 

[0240] The alkali treating step is a step for adding an alkali to one obtained in the ruthenium halide supporting step. 
The alkali used in the alkali treating step includes, for example, hydroxide, carbonate and hydrogencarbonate of alkali 
metal; aqueous solution of ammonia, ammonium carbonate and ammonium hydrogencarbonate: and solution of an 
30 organic solvent such as alcohol. As the alkali, for example, hydroxide, carbonate and hydrogencarbonate of atkali metal 
are preferably used. As the solvent, for example, water is preferably used. The concentration of the alkali varies de- 
pending on the kind of alkali to be used, but is preferably from 0.1 to 10 mol/l. 

[0241] Regarding a molar ratio of the ruthenium halide to the alkali is, for example, 3 mol of sodium hydrooxide is 
equivalent to 1 mol of ruthenium halide in case of using sodium hydroxide. Preferably, the alkali is used in the amount 

35 of 0.1-20 times equivalent per that of ruthenium halide. The process of adding the alkali include a process of impreg- 
nating with a solution of the alkali or a process of dipping in a solution of the alkali. The time of impregnation with the 
solution of the alkali is usually within 60 minutes. Since the activity of the catalyst decreases when the impregnation 
time is tong. the impregnation time is preferably within 10 minutes. The impregnation temperature is preferably from 0 
to 100*C, and more preferably from 10 to SCC. 

40 [0242] The hydrazine treating step is a step of treating one obtained in the alkali treating step by using hydrazine. 
The process of treating by using hydrazine includes, for example, a process of impregnating with a solution of hydrazine 
and a process of dipping in a solution of hydrazine. The supported ruthenium halide treated by using the alkali in the 
previous step and an alkali solution may be added to a hydazine solution in a state of being mixed, or may be added 
to the hydazine solution after the alkaline solution was separated by filtration. A preferable process is a process of 

45 impregnating the supported ruthenium halide with the alkali and immediately adding to the hydrazine solution. The 
concentration of hydrazine used in the hydrazine treating step is preferably not less than 0.1 mol/l, Hydrazine hydrate 
such as hydrazine monohydrate may be used as it is. Alternatively it is used as a solution of an organic solvent such 
as ateohol. Preferably, an aqueous solution of hydrazine or hydrazine hydrate is used. Anhydride and a monohydrate 
of hydrazine can also be used. Regarding a molar ratks of ruthenium halide to hydrazine, hydrazine'is used in the 

50 amount of 0, 1 to 20 mol per mol of ruthenium halide. The time of impregnation with the solution of hydrazine is preferably 
from 5 minutes to 5 hours, and more preferably from 10 minutes to 2 hours. The temperature is preferably from 0 to 
100'C, and more preferably from 10 to 60*C. After dipping in the hydrazine solution, the dipping one is preferably 
separated from the solution by filtration. 

[0243] It is also preferred to use an aqueous alkali solution of hydrazine to simultaneously conduct the alkali treating 
55 step and hydrazine treating step in the above step. Preferable process includes a process of slowly dipping one obtained 
in the ruthenium halkle supporting step to those prepared by mixing a preferable amount of the alkali with a preferable 
amount of hydazine, and treating for 5 minutes to 5 hours. 

[0244] More preferable process includes a process of washing a solid produced in the alkali treating step and hy- 
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drazine treating stap, thereby to remove the alkali and hydrazine, and then drying, adding an alkali metal chloride in 
the following alkali metal chloride adding step, drying, and oxidizing. 

[0245] More preferable process includes a process of washing a solid produced in the alkali treating step and hy- 
drazine treating step by using an aqCieous solution of anr alkali metal chk?rtde, and then drying, and oxidizing. This 
process is preferred because the removal of the alKati and hydrazine, and the addition of the alkali metal chksride can 
be conducted in the same step. 

[0246] The alkali metal chksride adding step is a step of adding an alkali metal chloride to one obtained in the alkali 
treating step and hydrazine treating step. This step is not an indispensable step to prepare the supported ruthenium 
oxide catalyst, but the activity of the catalyst is further improved by conducting said step. That is, the resulting solid is 
oxidized by the following oxidizing step, but it is a preferable preparation example to convert it into highly active sup- 
ported ruthenium oxide by oxidizing the resulting solid treated with the alkali and hydrazine in the presence of an alkali 
metal salt. 

[0247] The alkali metal chloride includes, for example, chloride of alkali metal, such ae potassium chloride and sodium 
chloride. Preferable alkaline metal chlorides are potassium chloride and sodium chloride, and more preferable one is 
potassium chloride. A molar ratki of the alkali metal salt to ruthenium is preferably from 0.01 to 10, and more preferably 
from 0. 1 to 5.0, When the amount of the alkali metal salt used is too small, sufficient highly active catalyst is not obtained. 
On the other hand, when the amount of the alkali metal salt used is too large, the cost becomes high from an industrial 
point of view. 

[0248] The process of impregnating with the aqueous alkali metal chloride solution includes a process of Impregnating 

the resulting supported ruthenium one obtained by washing, drying, treating by using hydrazine, but more preferable 

process includes a process of impregnating the resulting supported ruthenium one treated with the alkali and hydrazine 

by washing with an aqueous alkali metal chloride solutkin without being washed with water. 

[0249] For the purpose of adjusting the pH in the case of washing the resulting supported ruthenium one , hydrochloric 

acid can also be added to an aqueous solution of the alkali metal chk>ride. The concentration of the aqueous solution 

of the alkali metal chkiride is preferably from 0.01 to 10 mol/l, and more preferably from 0.1 to 5 mol/l. 

[0250] The purpose of washing lies in removal of the alkali and hydrazine, but the alkali and hydrazine can also be 

remained as tar as the effect of the present invention is not adversely affected. 

[0251] After impregnating with the alkali metal chloride, the catalyst is usually dried. Regarding the drying conditions, 
the drying temperature is preferably from 50 to aOO'C and the drying time is preferably from 1 to 10 hours. 
[0252] The oxidizing step is a step of oxidizing one obtained in the alkali treating step and hydrazine treating step 
(in the case of using no alkali metal chloride adding step), or a step of oxidizing one obtained in the alkali metal chloride 
adding step (in the case of using the alkali metal chksride adding step). The oxidizing step can include a process of 
calcining under air. It is a preferable preparation example to convert it into highly active supported ruthenium oxide by 
calcining one treated with tiie alkali and hydrazine in the presence of an alkali metal salt in a gas containing oxygen. 
A gas containing oxygen usually includes air 

[0253] The calcination temperature is preferably from 1 00 to 600°C. and more preferably from 280 to 450*C. When 
the cateination temperature is too low, particles formed by the alkali treatment and hydrazine treatment are remained 
in a large amount in the form of a ruthenium oxide precursor and, therefore, the activity of the catalyst becomes insuf- 
ficient sometimes. On the other hand, when the calcination temperature is too high, aggkimeration of ruthenium oxide 
particles occur and, therefore, the activity of the catalyst is lowered. The calcination lime is preferably from 30 minutes 
to 10 hours. 

[0254] In this case, it is important to cak:ine in the presence of the alkali metal salt. By using this process, it is possible 
to obtain higher activity of the catalyst because that process of forming more fine particle of ruthenium oxide , comparing 
the process w^ich includes calciing in the substantially absence of the alkali metal salt. 

[0255] By the calcination, the particles supported on the carrier, which are formed by the alkali treatment and hydra- 
zine treatment, are converted into a supported ruthenium oxide catalyst. It can be confirmed by analysis such as X- 
ray diflraction and XPS (X-ray photoeiectron spectroscopy) that the particles formed by the alkali treatment and hy- 
drazine treatment were converted into ruthenium oxide. Inckdentally, substantially total amount of particles formed by 
the alkali treatment and hydrazine treatment are preferably converted into ruthenium oxide, but the particles formed 
by the alkali treatment and hydrazine treatment can be remained as far as the effect of the present invention is not 
adversely affected. 

[0256] The process of oxidizing one treated with the alkali and hydrazine, washing the remained alkali metal chloride, 
and drying the washed one is a preferable preparation process. It is preferred that the alkali metal chk^rkje contained 
on calcinatkxi is sufficiently washed with water The process of measuring the alkali metal chloride after washing in- 
cludes a process of examining the presence/absence of white turbidity by adding an aqueous silver nitrate solution to 
the filtrate. However, the alkali metal chloride may be remained as far as the effect of the present invention is not 
adversely affected. 

[0257] According to a preferable preparation process, the washed catalyst is then dried. Regarding the drying con- 
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ditions, the drying temperature is preferably from 50 to 200°C and the drying tinrte is preferably from 1 to 10 hours. 
[02S6] The supported ruthenium oxide catalyst produced by the above steps is highly active, and the activity was 
higher than that of the catalyst prepared by oxidizing a catalyst obtained by reducing ruthenium chloride with hydrogen. 
Furthermore, a catalyst obtained by previously tfea^ng ruthernium chloride by using an alkali, treating by using hydra- 
s zine, ortreating by using alkali and hydrazine simultaneously, and oxidizing showed higher activity than that of a catalyst 
obtained by treating ruthenium chloride with hydrazine, and oxidizing. 

[0269] The supported ruthenium oxide catalyst produced by the process (3) for producing the catalyst of the present 
invention is a supported ruthenium oxide catalyst using titanium oxide containing rutile titanium oxide as a carrier As 
the titanium oxide, for example, rutile titanium oxide, anatase titanium oxide and non-crystal titanium oxide are known. 

10 The titanium oxide containing rutile titanium oxide used in the present invention refers to one containing a rutile crystal 
by measuring a ratio of the rutile crystal to the anatase crystal in the titanium oxide by X-ray diffraction analysis. The 
measuring process will be described in detail hereinafter. When the chemical composition of the carrier used in the 
present invention is composed of titanium oxide alone, the proportion of the rutile crystal is determined from a ratio of 
the rutile crystal to the anatase crystal in the titanium oxide by using X-ray diffraction analysis. In the present invention, 

IS a mixed oxide of the titanium oxide and other metal oxide is also used . In that case, the proportion of the rutile crystal 
is determined by the following process The oxide to be mixed with the titanium oxide includes oxides of elements, and 
preferred examples thereof include alumina, zirconium oxide and silica. The proportion of the rutile crystal in the mixed 
oxide is also determined from the ratio of the rutile crystal to the anatase crystal in the titanium oxide by using X-ray 
diffraction analysis, but it is necessary to contain the rutile crystal. In this case, the content o1 the oxide other than the 

20 titanium oxide in the mixed oxide is within a range from 0 to 60% by weight. Preferred carrier includes titanium oxide 
which does not contain a metal oxide other than titanium oxide. It is necessary that the titanium oxide contains the 
rutile crystal. The content of the rutile crystal is preferably not less than 10%, more preferably not less than 30%, and 
most preferably not less than 80%. 

[0260] The process for preparing the titanium oxide containing the rutile crystal includes various processes. In gen- 

2S eral, the following processes are isxemplified . For example, when using titanium tetrachloride as a raw material, titanium 
tetrachloride is dissolved by adding dropwise in ice-cooled water, and then neutralized with an aqueous ammonia 
solution to form titanium hydroxide (ortho-titanic acid). Thereafter, the formed precipitate was washed with water to 
remove a chlorine Ion. In that case, when the temperature on neutralization becomes higher than 20°C or the chkirine 
ion is remained in the titanium oxide after washing, conversion into a stable rutile crystal is liable to occur on calcination. 

30 When the calcination temperature becomes not less than eocc, conversion into rutile occurs (Catalyst Preparation 
Chemistry, 1 989, page 211 , Kodansha). For example, a reaction gas is prepared by passing an oxygen-nitrogen mixed 
gas through a titanium tetrachloride evaporator and the reaction gas is introduced into a reactor. The reaction between 
titanium tetrachloride and oxygen starts at a temperature of about 400*0 and titanium dioxide formed by the reaction 
of a TiCl4-02 system is mainly an anatase type. However when the reaction temperature becomes not less than 900"C, 

35 forrrration of a rutile type can be observed (Catalyst Preparation Chemistry, 1 989, page 89, Kodansha). The preparation 
process includes, for example, a process of hydrotyzing titanium tetrachloride in the presence of ammonium sulfate 
and calcining (e.g. Shokubai Kougaku Kouza 10, Catalyst Handbook by Element, 1978. page 254. Chijin Shokan) and 
a process of calcining an anatase titanium oxide (e.g. Metal Oxide and Mixed Oxide, 1980, page 107, Kodansha). 
Furthermore, rutile titanium oxide can bo obtained by a process for hydrolyzing an aqueous solution ot titanium tetra- 

40 chloride by heating. Rutile titanium oxide is also formed by previously mixing an aqueous titanium compound solution 
of titanium sulfate or titanium chloride with a rutile titanium oxide powder, hydrolyzing the mixture by heating or using 
an alkali, and cak:ining at k)w temperature of about 500*C. 

[0261] The process of determining the proportion of the rutile crystal in the titanium oxide includes a X-ray diffractkan 
analysis and. as a X-ray source, various X-ray sources can be used. For example, a K a ray of copper is used. When 

45 using the K a ray of copper, the proportion of the rutile crystal and the proportion of the anatase are respectively 
determined by using an intensity of a diffraction peak of 2 27 5 degree of the plane (110) and an intensity of a 
diffraction peak ol 2 B=25.3 degree ol (he plane (101). The carrier used in the present invention is one having a peak 
intensity of the rutile crystal and a peak intensity of the anatase crystal, or one having a peak intensity of the rutile 
crystal. That is, the carrier has both of a diffraction peak intensity of the rutile crystal and a diffraction peak of the 

50 anatase crystal, or has only a diffraction peak of the rutile crystal. Preferred carrier is one wherein a proportion of the 
peak intensity ol the rutile crystal to the total of the peak intensity of the rutile crystal and the peak intensity of the 
anatase crystal is not less than 10%. Also in the supported ruthenium oxide catalyst using the titanium oxide carrier 
containing rutile titanium oxide, an amount of an OH group contained in the carrier is preferably similar amount to the 
catalyst which is produced by the process (4) of the present invention. Although the details will be described with regard 

55 as the process (4) for producing the catalyst of the present Invention, the amount of the OH group of the titanium oxide 
of the carrier used in the catalyst is usually from 0.1 x icr* to 30 X 10-* (rrwl/g-carrier), preferably from 0.2 x 10-** to 
20 X 10-^ (mol/g-carrier), and more preferably from 3.0 x IQ-^ to 15 x 10'^ (mol/g-carher). 

[0262] The supported ruthenium oxkJe catalyst produced by the process (4) for producing the catalyst of the present 
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invention is a supported ruthenium oxide catalyst obtained by the steps which comprises supporting a ruthenium com- 
pound on a carrier, treating the supported one by using a reducing compound or a reducing agent in a liquid phase, 
and oxidizing the resulted one, wherein titanium oxide containing an OH group in an amount of 0.1 x 10"* to 30 X 10"* 
(mol/g-carrier) per unit weight o1 a carrier is uded>'as the cdirrier The carrier includes, for example, rutile crystal carrier, 
anatase crysla! carrier and non-crystal carrier. Preferable carriers are rutile crystal carrier and anatase crystal carrier, 
and more preferable one is rutile crystal carrier. It is generally known that a hydroxyl group represented by OH bound 
to Ti exists on the surface of the titanium oxide. The titanium oxide used in the present invention is one containing an 
OH group, and the process of measuring the content of OH group will be described in detail hereinafter When the 
chemical composition of the carrier used in the present invention is consisting essentially of titanium oxide alone, it is 
determined from the content of the OH group in the titanium oxide. In the present invention, a mixed oxide of the 
titanium oxide and other metal oxide is also used . The oxide to be mixed with the titanium oxide includes oxides of 
elements, and preferred examples thereof include alumina, zirconium oxide and silica. In that case, the content of the 
oxide other than the titanium oxide in the mixed oxide is within a range from 0 to 60% by weight. Also this case, the 
content of the OH group per unit weight of the carrier contained In the carrier is determined by the measuring process 
which is also described In detail hereinafter Preferred carrier is titanium oxide which does not contain the metal oxide 
other than the titanium oxide. 

[0263] When the content of the OH group of the carrier is large, the carrier and supported ruthenium oxide may react 
each other, resulting in deactivation. On the other hand, when the content of the OH group of the carrier is small, the 
activity of the catalyst is lowered sometimes by sintering of the supported ruthenium oxide and the other phenomenon. 
[0264] The process of determining the content of the OH group of the titanium oxide Includes various processes. 
For example, a process using a therrDogravimetric process (TG) is exemplified. When using the thermogravimetric- 
process, the temperature is kept constant and, after renx»ving excess water in a sample, the sample is heated and the 
content of the OH group is measured from a weight loss. According to this process, the amount of the sample is small 
and it is difficult to measure with good accuracy When heat decomposable impurities exist in the carrier, there is a 
drawback that the actual content of the OH group is not determined. When using the measurement of ignition k)ss 
(Igtoss) tor measuring the content of the OH group from the weight loss of the sample in the same manner, the meas- 
urement with high accuracy can be conducted rf the amount of the sample is increased. However, an influence of the 
heat decomposable impurities is exerted similar to the case of the thermogravimetric process. Furthermore, there is 
also a drawback that the weight loss obtained by the themiogravimetric process and IgnitKtn loss measurement also 
includes the bulk OH group content which is not effectrve on preparation of the catalyst. 

[0265] A process using sodium naphthalene is also exemplified . According to this process, an OH group in a sample 
is reacted with sodium naphthalene as a reagent and then the content of the OH group is measured from the titration 
amount of sodium naphthalene. In this case, since a change in concentration of the reagent for titration and a trace 
amount of water exert a large influence on the results, the measuring resufts are influenced by the storage state of the 
reagent. Therefore, it is very difficult to obtain a value with good accuracy 

[0266] A titration process using an alKyl alkali metal is also exemplified . The titration process using the alkyi alkali 
metal includes a preferable process of suspending a titanium oxide carrier or a titanium oxide carrier powder in a 
dehydrated solvent, adding drop wise an alky I alkali metal in a nitrogen atmosphere, and determining the amount o1 
the OH group contained in the titanium oxide from the anrtount of hydrocartson generated . In that case, since an alky I 
alkali metal and water contained in the dehydrated solvent react each other to generate hydrocarbon, the content of 
the OH group in the titanium oxide must be determined by subtracting the generated amount from the measured value. 
[0267] Most preferred process includes a process of suspending a titanium oxide carrier or a titanium oxide carrier 
powder in a dehydrated toluene , adding dropwise methyl lithium in a nitrogen atmosphere, and determining theamount 
of the OH group contained in the titanium oxkie from the amount of methane generated, and the content of the OH 
group in the titanium oxide catalyst of the present invention is a value obtained by this process. 
[0268] The measuring procedure includes, lor example, the following process. First, a sample is prevkjusly dried 
under air atmosphere at a temperature o1 1 50*C for 2 hours and then cooled in a desiccator. Thereafter, a predetermined 
amount of the sample is transferred in a flask whose atmosphere was replaced by nitrogen, and then suspended in 
an organk; solvent such as dehydrated toluene. The flask is ice-cooled to inhibit heat generation and, after adding 
dropwise methyl lithium from a dropping funnel, the generated gas Is collected and the volume at the measuring tem- 
perature is measured. The content of the OH group thus determined, which is used in the catalyst, is usually from 0.1 
X lO'* to 30 X 10-* (mot/g-carrier). preferably from 0.2 X 10-* to 20 x ^<y^ (mot/g-carrier). and more preferably from 
3.0 X 10-* to IS X 10-4 (mol/g-carrier), 

[0269] The process of adjusting the amount of the OH group contained in the titanium oxide carrierto a predetermined 
amount includes various processes. For example, a calcination temperature and a calcination time of the carrier are 
used for adjusting the OH group of the carrier.. The OH group in the titanium oxide carrier is eliminated by heating, 
and the content of the OH group can be controlled by changing the calcination temperature and calcination time. The 
calcination temperature of the carrier is usually from 100 to 1000*C, andpreferably from 1 50 to 900"C. The calcinatkm 
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time of th9 carrier is usually from 30 minutes to 12 hours. In this case, it is necessary to pay attention to the point that 
the surface area of the carrier decreases with the increase of the calcination temperature or the calcination time. When 
the titanium oxide is produced from a gas phase, one having small content of the OH group can be produced. Further- 
more, when the titanium oxide is produced from an aqueous phase such as aqueous solution, one having large content 

s of the OH group can be produced. Furthernrwre, a process of treating the OH group of the carrier by using an alkali 
and a process of reacting the OH group by using 1.1,1 -3,3, 3-hexamethyldisila2ane are exennplified . 
[0270] The present invention relates to a process for producing a supported ruthenium oxide catalyst using the above 
carrier. A weight ratio o1 ruthenium oxide to the carrier is usually within a range from 0. 1/99.9 to 20.0/80.0, preferably 
from 0.5^9.5 to 15.0/85.0, and more preferably from 1.0^99.0 to 15.0/85.0. When the ratio of ruthenium oxide is too 

^0 low, the activity is lowered sometimes. On the other hand, when the ratio of ruthenium oxide is too high, the price of 
the catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported include ruthenium dioxide, 
ruthenium hydroxide and the like. 

[0271] The process for preparing the supported ruthenium oxide catalyst by using the above carrier is a process 
comprising the steps of supporting a ruthenium compound on a carrier, treating the supported one by using a reducing 

^5 compound or a reducing agent in a liquid phase, and oxidizing. A process of treating the supported one reducing by 
using a reducing compound or a reducing agent \n a liquid phase includes, for example, a process of treating the 
supported one by using a reducing compound or a reducing agent in a liquid phase which is conducted In the catalysts 
produced (1), (2) of the present invention and in the catalysts reduced by a reducing agent such as sodium boron 
hydride, and the process described below. That is, the process includes a process of suspending one comprising the 

20 already described ruthenium compound supported on the carrier in an aqueous phase or an organic solvent, and 
bubbling hydrogen, a process of treating by using an organolithium compound such as butyl lithium, or an organosodlum 
compound or an organ opotassium compound in an organic solvent, a process of treating by using an organoaluminum 
compound such as trialkyi aluminum, and a process of treating by using an organomagnesium compound such as 
Grignard reagent. Furthermore, various organometallic compounds can be used and examples thereof include alkali 

25 metal alkoxide such as sodium methoxide; alkali metal naphthalene compound such as sodium naphthalene; azide 
compound such as sodium azide: alkali amide compound such as sodium amide; organocalcium compound, organoz- 
inc compound: organoaluminum alkoxide such as alky I aluminum alkoxide; organolin compound; organocopper com- 
pound; organoboron compound: boranes such as borane and diborane; sodium ammonia solution: and carbon mon- 
oxide. Various organic compound can also be used and examples thereof include diazomethane, hydroquinone and 

30 oxalic acid. 

[0272] In a process for producing a supported ruthenium oxide catalyst, it is preferable that the catalyst (1 ) or (2) is 
a supported ruthenium oxide catalyst obtained by using titanium oxide containing not less than 1 0% by weight of rutile 
titanium oxide as a carrier, tt is more preferable that the catalyst (1) or (2) is a supported ruthenium oxide catalyst 
obtained by using titanium oxide containing not less than 30% by weight of rutile titanium oxide as a carrier. 

35 [0273] It is preferable that In the case of the catalyst (3) or (4), said process comprises supporting a ruthenium 
compound on a carrier, reducing the supported one by using a reducing hydrogenated compound, and oxidizing, 
[0274] It is preferable that in the case of the catalyst (3) or (4), said process comprises supporting a ruthenium 
compound on a carrier, treating the supported one by using a reducing compound, and oxidizing. 
[027S] It is preferable that in the case of the catalyst (3) or (4), said process comprises supporting a ruthenium 

40 compound on a carrier, treating the supported one by using an alkali solution of a reducing compound, and oxidizing. 
[0276] It is preferable that the catalyst (3) or (4) is obtained by supporting a ruthenium hallde on a carrier, treating 
the supported one by using a reducing compound, and oxidizing. 

[0277] II is preferable that the catalyst (3) or (4) is obtained by supporting a ruthenium halide on a carrier, treating 
the supported one by using an alkali solution ot a reducing compound, and oxidizing. 

[0276] The catalyst produced by the process (5) tor producing a catalyst of the present invention is a supported 
ruthenium oxide catalyst containing ruthenium oxide only at an outer surface layer, not less than 80% of the outer 
surface of said catalyst satisfying the following expression (1): 



50 S/L<0.35 (1) 

wherein L is a distance between a point (A) and a point (B), said point (B) being a point formed on the surface of a 
catalyst when a perpendicular line dropped from any point (A) on the surface of the catalyst to the inside of the catalyst 
goes out from the catalyst at the opposite side of the point (A), and S is a distance between the point (A) and a point 
ss (C), said point (C) being a point on the perpendicular line where ruthenium oxide does not exist. 
[0279] Furthermore, preferably, S/L < 0,30. 

[0260] That is, as defined in the above formula (1 ), the catalyst of the present Invention substantially contains ruthe- 
nium oxide only at an outer surface shell layer, and does not contain ruthenium oxide in the inside of the catalyst. By 
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adopting such a structure, the activity per unit weight of ruthenium contained in the catalyst can be enhanced. 
[Q281] The structure of the catalyst of the present invention will be described specifically by using a cross sectional 
view of the catalyst. 

(0282] The case where the catalyst has a spYierical shapns is as shown in Fig. 1 . L corresponds to a diarneter passing 
tlirough a center of a sphere and S corresponds to a thickness of an outer surface shell layer of a sphere containing 
ruthenium oxide. 

[0283] Tlie case where the catalyst has a columnar shape is as shown in Fig. 2. 
[0264] The case where the catalyst has a cylindrical tablet is as shown in Fig. 3. 
[0265] The catalyst of the present invention may have a shape other than that described above. 
[0266] The process for producing the catalyst explained below is preferable to obtain a catalyst suited for the above 
conditions. Particularly, preferably the catalyst is prepared so as to satisfy the above formula (1) by preliminarily sup- 
porting an alkali on a carrier to be used, supporting a specific ruthenium compound, and forming a precipitate of a 
ruthenium compound on the outer surface of the carrier by the acid-base reaction. 

[0267] The process of confirming that the catalyst satisfies the above formula (1 ) includes a process of cutting along 
the plane passing through the center of the particles of the supported ruthenium oxide catalyst and measuring by using 
a magnifying glass having graduation , and a process of cutting in the same manner and measuring by using X-rav 
mcroanalyser (Electron probe micro analyzer) (EPMA). Since the ruthenium component is fixed to the carrier by formi- 
a precipitate of a ruthenium compound on the carrier and drying, the ruthenium component does not transfer largi 
in the step of preparing the catalyst. Therefore, the thickness of the ruthenium oxide layer is determined by measuri: 
the thickness of the layer supporting the ruthenium compound at the stage where the ruthenium compound fomns ; 
precipitate on the carrier and dried. 

[0266] The catalyst of the present invention is produced by supporting an alkali on a carrier, supporting at least one 
ruthenium compound selected from the group consisting of ruthenium halide, rutheniumoxy chloride, ruthenium-ace- 
tonato complex, ruthenium organic acid salt and ruthenium-nitrosyl complex, treating the supported one by using a 
reducing agent, and oxidizing. By using these steps, the activity of the catalyst can be enhanced. 
[0289] The carrier includes oxides and mixed oxkJes of elements, such as titanium oxide, alumina, zirconium oxide, 
silica, titanium mixed oxide, zirconium mixed oxide, aluminum mixed oxide, silicon mixed oxkJe and the like. Preferable 
carriers are titanium oxide, alumina, zirconium oxide and silica, and more preferable carrier is titanium oxide. A weight 
ratio of ruthenium oxide to the carrier is usually within a range from 0.1/99.9 to 20.0/80.0, preferably from 0.5/99.5 to 
15.0/85.0, and more preferably from 1 .0/99.0 to 15.0/85.0. When the proportion of the ruthenium oxide is too low. the 
activity is lowered sometimes. On the other hand, when the proportion of ruthenium oxide is too high, the price of the 
catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported include ruthenium dioxide, ru- 
thenium hydroxide and the tike. 

[0290] The process of supporting njthenium oxide on a carrier at the outer surface will be explained below. That is, 
the present inventors have found that ruthenium oxide can be satisfactorily supported on a carrier such as titanium 
oxide at the outer surface by using an alkali preliminary impregnation process described below and, therefore, VhB 
example of procedure will be explained by way of the preparation example. That is, first, a carrier of titanium oxide 
having a suitable particle diameter is impregnated with an aqueous solution of an alkali metal hydroxide such as po- 
tassium hydroxide or an alkali such as ammonium carbonate and ammonium hydrogencarbonate. In this case, a thick- 
ness of a layer of a ruthenium compound at the surface to be supported on the carrier is decided by changing the kind 
of the alkali, concentration of the alkali, amount of ruthenium compound to be supported, and time from impregnation 
with ruthenium compound to drying. For example, when using potassium hydroxide, a thickness of a layer to be im- 
pregnated with the ruthenium compound can be changed by changing the concentration of the aqueous solution within 
a range from 0.1 N to 2.0 N. Then, the carrier is impregnated with an aqueous solution of an alkali and the carrier is 
dried. Then, the carrier is impregnated with a solution of ruthenium chloride. As the solutbn, an aqueous solution, a 
solution of an organic solvent such as alcohol, or a mixed solution of water and an organic solvent is used, but a solution 
of an organic solvent such as ethanol is preferred. Then, the carrier impregnated with the ruthenium compound is dried 
and hydrolyzed by using an alkali to form ruthenium hydroxide, which is converted into ruthenium oxide. Alternatively, 
the supported ruthenium compound is reduced to form metal ruthenium, which is oxidized to form ruthenium oxide. 
[0291] The alkali used preferably In the step of impregnating the carrier with an aqueous solution of an alkali includes 
potassium hydroxkJe, sodium hydroxide, ammonium carbonate and ammonium hydrogencarbonate. The concentration 
of the alkali with which the carrier is impregnated is usually from 0.01 to 4.0 N, and preferably from 0.1 to 3.0 N, When 
the time from impregnation of ruthenium compound with the carrier, which is impregnated with the alkali, to drying is 
long, the inside of the carrier is impregnated with ruthenium compound and, therefore, a suitable time must be selected 
according to the kind and concentratksn of the alkali to be used. Usually the support is dried immediately after impreg- 
nation, or dried until 120 minutes after impregnation . Preferably, the catalyst is dried immediately after impregnation, 
or dried until 30 minutes after impregnatbn . 

[0292] The ruthenium compound to be supported on the carrier include halide of ruthenium, for example, ruthenium 
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chloride such as RuClg and RuClg hydrate and ruthenium bromide such as RuBrg and RuBrg hydrate; rirtheniumoxy 
chloride such as RU2OCI4, RujOCIg and RugOCte; [Ru(CH3COCHCOCH3)3] ruthenium-acetylacetonato complex; ru- 
thenium organic acid salt such as (Ru30(OCOCH3)6(H2O)3lOCOCH3 hydrate and Ru2(RCOO}4CI(R: alkyl group hav- 
ing carbon atoms of 1-3); and rutheniurVi-nitrosyl complex such as [Ru(NH3)s<NO))Cl3, tRu(OH) (NH3)4(NO)] (N03)2 
s and Ru (NO)(N03)3. Prelerable ruthenium compounds are ruthenium halide, tor example, ruthenium chloride such as 
RuCIs and RUCI3 hydrate and ruthenium bromide such as RuBr^ and RuBr3 hydrate. More preferred ono is a aithenium 
chloride hydrate. 

[0293] Then, the embodiment 0I the process for preparing a supported ruthenium oxide catalyst will be described. 
That is, a process of hydrolyzing a supported ruthenium by using an alkali such as aqueous solution of an alkali metal 

10 hydroxide to form ruthenium hydroxide, and oxidizing to form ruthenium oxide, and a process of reducing a supported 
ruthenium compound to form metal ruthenium, and oxidizing to form ruthenium oxide are exemplified . Now a process 
of reducing a ruthenium compound will be illustrated. The process of reducing a ruthenium compound includes a 
process of heating under a hydrogen gas flow, a process ol performing wet reduction by using hydrazine, formaldehyde 
and sodium boron hydride and a process of reducing by using lithium boron halide, potassium boron halide, lithium tri- 

is sec-butyl-boron halide, sodium tri-sec-butyl-boron halide, potassium tri-sec-butyl-boron halide, lithium aluminum hy- 
dride, diisobutylaluminum hydride, sodium hydride and potassium hydride. Now the process using sodium boron hy- 
dride (NaBH4) will be illustrated. That is. a ruthenium compound is supported on the above-mentioned carrier, dried 
and then dipped in a solution of sodium boron hydride. The solution includes aqueous solution, and solution of an 
organic solution such as alcohol. A mixed solutron of water and an organic solvent can also be used. After wet reduction 

20 is conducted by using the above-mentioned solution, the reduced one is washed with water and then dried. Then, the 
carrier supporting ruthenium is oxidized to form ruthenium oxide. A process using an oxidizing agent and a process of 
calcining under air can bo used. It is also preferable process that a process of impregnating a ruthenium supported 
one with an aqueous alkali metal chloride solution, drying the impregnated one, and calcining under air to form ruthe- 
nium oxkJe. In this case, a supported ruthenium oxide catalyst can be prepared by washing the remained alkali metal 

2S chloride with water, and drying. 

[0294] The amount ol the ruthenium compound with which the carrier is impregnated is usually the same arrxjunt as 
that of the ruthenium compound, which corresponds to the already described preferable amount of ruthenium oxide 
to be supported. 

[0295] The reducing agent used in the case of reducingthe supported ruthenium compound includes various reducing 
30 agents. When using sodium boron hydrkJe (NaBH4). rt is preferably used in the form of a solution. The concentration 

is usually from 0.05 to 20% by weight, and preferably from 0.1 to 10% by weight. A molar ratio of sodium boron hydride 

to the supported ruthenium compound is usually from 1 .0 to 30, and preferably from 2,0 to 1 5. 

[0296] Then, a process for preparing a supported ruthenium oxide catatyst by oxidizing the resulting supported metal 

ruthenium catalyst after reductton will be illustrated. Now the process of cataining under air is illustrated. It is a preferable 
35 preparation example that the supported metal ruthenium is oxidized by calcining under gas containing oxygen in the 

presence of an alkali metal salt to form highly active supported ruthenium oxide. As the gas containing oxygen, an air 

is usually used. 

[0297] The calcination temperature is usually from 100 to 600'C, and preferably from 280 to 450''C. When the cal- 
cination temperature is too low, metal ruthenium particles are remained in a targe amount and. therefore, the activity 
40 of the catalyst becomes insufficient sometimes. On the other hand, when the calcination temperature is too high, 
agglomeration of ruthenium oxide particles occur and, therefore, the activity of the catalyst is lowered. The calcinatron 
time is preferably from 30 minutes to 1 0 hours. 

[0298] In this case, it is preferred to calcine in the presence of an alkali metal salt. By using this process, it is possible 
10 obtain higher activity ol the catalyst because that process can forming more fine particles of ruthenium oxide com- 
45 paring the process which include calcining in the substantially absence of the alkali metal salt. 

[0299] The alkali metal salt includes potassium chloride and sodium chkiride. Among them, potassium chloride and 
sodium chloride are preferred, and potassium chtoride is more preferred. 

[0300] A molar ratio of the alkali metal sail to ruthenium is preferably from 0.01 to 1 0, and nrwre preferably from 0.1 
to 5. When the amount of the alkali metal salt to be used is too small, sufficiently highly active catalyst is not obtained. 

so On the other hand, when the anwunt of the alkali metal salt is too small, the industrial cost becomes high. 

[0301] By the cateination, metal ruthenium supported on (he carrier is converted into a supported ruthenium oxide 
catalyst. It can be confirmed by analysis such as X-ray diffraction and XPS (X-ray photoelectron spectroscopy) that 
the metal ruthenium was converted into ruthenium oxkJe. Incidentally, substantially total amount of the metal ruthenium 
is preferably converted into ruthenium oxide, but the metal ruthenium can be remained as far as the effect of the present 

ss inventksn is not adversely affected. 

[0302] It is also possible to obtain chtorine by oxidizing hydrogen chloride with oxygen using the catalyst o( the 
present invention. The reaction system used to obtain chtorine includes, for example, flow system such as fixed bed 
or fluidized bed, and a gas phase reaction such as fixed bed flow system and gas phase fluidized bed flow system can 
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be preferably used. The fixed bed system has an advantage that separation between the reaction gas and catatyst is 
not required and that high conversion can be accomplished because a raw gas can be sufficiently contacted with a 
catalyst. The fluldized bed system has an advantage that heat in the reactor can be sufficiently removed and temper- 
ature distribution width in the reactor can be minimized . ; 
[0303] When the reaction temperature ts high, 

volatilization of ruthenium oxide in a highly oxidized state occurs. Therefore, the reaction is preferably conducted at 
low temperature and the reaction temperature is usually from 100 to 500*C. preferably from 200 to 400°C, more pref- 
erably from 200 to 380" C. The reaction pressure is usually from about atmospheric pressure to 50 atm. As the raw 
material of oxygen, an air may be used as it is, or pure oxygen may also be used. Since other components are also 
discharged simultaneously when an inert nitrogen gas is discharged out of the plant , pure oxygen containing no inert 
gas is preferable. The theoretic nr>olar amount of oxygen based on hydrogen chloride is 1/4 mol. but oxygen is usually 
fed in an amount that is 0.1-10 times of the theoretical armunt. In tlie case of the fixed bed gas phase flow system, 
the arr)ount of the catalyst to be used is usually from about 10 to 20000 h*^ in terms of a ratio (GHSV) to a feed rate 
of hydrogen chloride as the raw material under atmospheric pressure. GHSV means gas hourly space velocity which 
is a ratio of a volume of feed hydrogen chloride gas (|/h) to volume of catalyst (1). 

[0304] The present Invention which relates to a supported ruthenium oxide catalyst will be described betow, 
[0305] The supported ruthenium oxide of the present invention is a supported ruthenium oxide catalyst using titanium 
oxide containing not less than 20% of rutile titanium oxide as a carrier. As the titanium oxide, tor example, rutile titanium 
oxide, anatase titanium oxide and non-crystal titanium oxide are known. The titanium oxide containing rutile titanium 
oxide used in the present invention refers to one containing a rutile crystal by measuring a ratio of the rutile crystal to 
the anatase crystal in the trtanium oxide by using X-ray diffraction analysis. The measuring process was described in 
detail in this invention which relates to a process for producing chlorine and a process tor producing a supported 
ruthenium oxide catalyst. When the chemical composition of the carrier used in the present invention is composed of 
titanium oxide alone, the proportion of the rutile crystal is determined from a ratio of the rutile crystal to the anatase 
crystal in the titanium oxide by using X-ray diffraction analysis. In the present invention, a mixed oxide of the titanium 
oxide and other metal oxide is also used . In that case, the proportion of the rutile crystal is determined by the following 
process. The oxide to be mixed witii the titanium oxide includes oxides of elements, and preferred examples thereof 
include alumina, zirconium oxide and silica. The proportion of the rutile crystal in the mixed oxide is also determined 
from the ratio of the rutile crystal to the anatase crystal in the titanium oxide by using X-ray diffraction analysis, but it 
is necessary to contain the rutile crystal. In this case, the content of the oxide other than the titanium oxide in the mixed 
oxide is within a range from 0 to 60% by weight. Preferred carrier includes titanium oxide which does not contain a 
metal oxide other than titanium oxide. 

[0306] The catalyst activity increases higher as the content of rutile crystal in titanium oxide becomes larger because 
the catalyst activity of the ruthenium oxide supported on rutile crystal trtanium oxide is higher than the catalyst activity 
of the ruthenium oxide supported on anatase crystal or non-crystal trtanium oxide 

[0307] It is necessary that the titanium oxide contains not less than 20% of the rutile crystal. The content of the rutile 
crystal is preferably not less than 30%, more preferably not less than 80%, and most preferably not less than 90%. 
[0308] The process for preparing the titanium oxide containing the rutile crystal includes various processes and 
described in this invention which relates to a process for producing chlorine and a process for producing a supported 
ruthenium oxide catalyst. 

[0309] The process of determining the proportion of the rutile crystal in the titanium oxide includes a X-ray diffraction 
analysis . The carrier used in the present invention is one having both of a diffraction peak intensity of the rutile crystal 
and a diffraction peak of the anatase crystal. The carrier includes one wherein a proportion of the peak intensity of the 
rutile crystal to the total of the peak intensity of the rutile crystal and the peak intensity of the anatase crystal is not less 
than 20%, and preferably not less than 30%. 

[0310] The catalyst activity can be increased by the optimizatkm of the content of OH group contained in a carrier 
when the supported ruthenium oxide catalyst on the titanium oxide containing not less than 20% of rutile titanium oxide 
is used in the oxidation reaction. 

[0311] It is generally known that a hydroxyl group represented by OH bound to Ti exists on the surface of the titanium 
oxide. The titanium oxide used in the present inventkxi is one containing an OH group. And the process of measuring 
the content of OH group was described in this invention which relates to a process for producing chlorine and a process 
for producing a supported ruthenium oxide catalyst.. When the chemical composition of the carrier used in the present 
Invention is composed of titanium oxkie alone, it is determined from the content of the OH group In the titanium oxide. 
In the present invention, a mixed oxide of the titanium oxide and other metal oxide is also contained. The oxide to be 
mixed with the titanium oxide includes oxides of elements, and preferred examples thereof include alumina, zirconium 
oxide and silca. In that case, the content of the oxide other than the titanium oxide in the mixed oxkJe is within a range 
from 0 to 60% by weight. Preferred carrier Is titanium oxide which does not contain the metal oxide other than the 
titanium oxkle. 
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[0312} When the content of the OH group ot the carrier is large, the carrier and supported ruthenium oxide may react 
each other, resulting in deactivation. On the other hand, when the content ot the OH group of the carrier is small, the 
activity of the catalyst is lowered sometimes by sintering of the supported ruthenium oxide and the other phenomenon. 
[0313] That is, in the range of the content of OH gr6up, the eatalyst activity increases to show the peak and decreases 
5 as the content of OH group increases wherein the content of OH group has appropriate range corresponding to the 
amount of the ruthenium compound tor supporting. Thus, the catalyst shows a high activity in the appropriate range 
of the content of OH group. The content of the OH group, which is used in the catalyst, is usually from 0. 1 X 1 0"^ to 
30 X 10-4 (mol/g-carrier), preferably from 0.2 X lO"* to 20 X 10"^ (mol/g-carrier), and more preferably from 3.0 X lO"* 
to 10 X 10*4 (mol/g-carrier). 

10 [0314] The process of adjusting the amount of the OH group contained in the titanium oxide carrier to a predetermined 
amount was described in this invention which relates to a process lor producing chlorine and a process for producing 
a supported ruthenium oxide catalyst. 

[0315] The present invention relates to a supported ruthenium oxide catalyst supported on the above carrier, and a 
weight ratio of ruthenium oxide to the carrier is usually within a range from 0. 1/99.9 to 20.0/80.0, preferably from 0.5/99.5 
1^ to 15.0/85.0, and more preferably from 1.0/99.0 to 15.0/85.0. When the proportion of ruthenium oxide is too low, the 
activity is lowered sometimes. On the other hand, when the proportion of ruthenium oxide is too high, the price of the 
catalyst becomes high sometimes. Examples of the ruthenium oxide to be supported include ruthenium dioxide, ru- 
thenium hydroxide and the like. 

[0316] The process for preparing the supported ruthenium oxide catalyst by using the above carrier Includes various 
20 processes. 

[0317] The process for preparing the supported ruthenium oxide catalyst of the present invention includes processes 
for preparing the catalysis (1), (2) and (3) of the invention of the process for producing chlorine. 
[0318] As the ruthenium compound to be supported on a carrier, compounds listed in the catalysts (1), (2) and (3) 
of the invention of the process for producing chlorine can be similarly used. 

25 [0319] As the reducing compound used for treating the ruthenium compound supported on the carrier, compounds 
listed in the catalyst (1 )of the invention of the process for producing chlorine can be used. As the reducing hydrogenated 
compound, compounds listed in the catalyst (3) of the invention of the process for producing chlorine can be used. 
[0320] It is a preferable preparation process of catalyst that the process comprises supporting ruthenium compound 
on a carrier treating by basic compounds. The above basic compounds can be used as same as mentioned in the 

30 catalyst (1), (2) in this invention which relates to a process for producing chlorine. 

[0321] Specific examples of the process for prepanng the supported ruthenium oxide catalyst of the present invention 
includes process explained in the portion in common with the catalysts (1 ) and (2) of the invention of the process for 
producing chlorine and process explained in the catalyst (3) of the invention of the process for producing chlorine. 
[0322] It is also possible to obtain chlorine by oxidizing hydrogen chloride with oxygen using the above-mentioned 

3S catalyst. The reaction system used to obtain chlorine was described in this invention which relates to a process for 
producing chlorine and a process for producing a supported ruthenium oxide catalyst. 

[0323] As described above, according to the present invention, there could be provided a process for producing 
chlorine by oxidizing hydrogen chloride with oxygen, wherein said process can produce chlorine by using a catalyst 
having high activity in a smaller amount at a lower reaction temperature. There could also be provided a process for 
40 producing chlorine by oxidizing hydrogen chloride, wherein said process can facilitate control of the reaction temper- 
ature by making it easy to remove the reaction heat from catalyst bed by using a catalyst having good thermal con- 
ductibility which can be formed by containing a compound having high thermal conductivity of a solid phase, and can 
achieve high reaction conversion by keeping the whole catalyst bed at sufficient temperature for Industrially desirable 
reaction rate. 

[0324] According to the present invention, there could also be provided a process tor producing a supported ruthe- 
nium oxide catalyst, wherein said process is a process for producing a catalyst having high activity and can produce 
a catalyst having high activity capable of producing the desired compound by using a smaller amount of the catalyst 
at a lower reaction temperature. 

[032S] According to the present invention, there could also be provided a supported ruthenium oxide catalyst, wherein 
^ said catalyst has high activity and can produce the desired compound by using a smaller anrxsunt of the catalyst at a 
tower reaction temperature. 

[0326] The following Examples further illustrate the present invention in detail but are not to be construed to limit the 
scope thereof. 

55 Example 1 

[0327] A catalyst was prepared by the following process. That is, 0.81 g ot commercially available ruthenium chloride 
(RuCts.nHjO, Ru content: 37.3% by weight) was previously dissolved in 6.4 g of pure water to prepare an aqueous 
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solution , and 20.0 g of a titanium oxide powder (P25, manutactured by Nippon AEROSIL Co., Ltd.) was impregnated 
with this solution. Then, the impregnated powder was dried at SCC tor 2 hours. After drying, the powder was sufficient ty 
ground in a mortar to obtain 20.3 g of a dark green powder. According to the same manner as that described above, 
the same operation was repeated nine times to obtain 1 83.8 g of a dark green powder 

[0328] Then, 1 0.4 g of this powder was dipped in a mixed solution of 2.1 g of a potassium hydroxide solution adjusted 
to 2N and 30.1 go! pure water in a ultrasonic cleaner at room temperature for 1 minute. In a suspension of the dipped 
one and the solution, a solution of 0.61 g of a hydrazine monohydrate and 5.0 g of pure water was poured under 
nitrogen at room temperature with applying an ultrasonic wave. At the time of pouring, bubbling was observed in the 
solutton. After the solution was albwedto stand for 15 minutes until the bubbling disappeared, the supernatant was 
separated by filtraton. 500 ml of pure water was added, followed by washing for 30 minutes and further separation by 
filtratkjn. This operation was repeated five times. The pH of the wash at the first time was 9.1 , and the pH of the wash 
at the fifth time was 7.4. To the powder separated by fiftralion, a 2 mol/l potassium chtoride solution was added and, 
after stirring, the powder was separated by filtration again. This operation was repeated three times. The amount of 
the potassium chloride solution added was 54.4 g at the first time, 52.1 g at the second time and 52.9 g at the third 
time, respectively The procedure from the operation of dipping in the potassium hydroxWe solution was repeated six 
times in the same manner to obtain 1 07 g of a cake. 53. 1 g of the resulting cake was dried at 60*C for 4 hours to obtain 
34. 1 g of a gray powder. After heating from room temperature to 350**C under air over 1 hour, the powder was calcined 
at the same temperature for 3 hours. After the completion of the calcination. 500 ml of pure water was added and the 
mixture was stirred and, furthermore, the powder was separated by filtratkxi. This operation was repeated twentyone 
times and, after adding dropwise an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride 
is not remained. Then, 28.0 g of a bluish gray powder was obtained by drying this powder at 60*C for 4 hours. The 
resulting powder was mokJed to adjust the particle size to 8.6-16.0 mesh, thereby obtaining a ruthenium oxide catalyst 
supported on titanium oxide. 

[0329] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + TiOg) X 100 = 1 ,9% by weight 
[0330] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg) X too = 1 .5% by weight 
[0331] X-ray diffraction analysis of the titanium oxido powder used was conducted under the fol towing conditions. 



Apparatus 


Rotaflex RU200B (manufactured by Rigaku Co.) 


X-ray type 


Cu Ka 


X-ray output 


40 kV-40 mA 


Divergence slit 


r 


Scattering slit 




Receiving slit 


0.15 mm 


Scanning speed 


1 " /min. 


Scanning speed 


5.0-75.0" 


Monochromator 


cun/ed crystal monochromator is used 



[0332] The proportion of a peak intensity (381 cps) of a rutile crystal (2 »=27.4») to a total value of a peak intensity 
(381 cps) of a rutile crystal ()and a peak intensity (1 914 cps) of an anatase crystal (2 6=25.3" ) was 1 7%. Consequently, 
the content of the rutile crystal was 17%. 

[0333] The ruthenium oxide catalyst supported on titanium oxide (17.8 g) thus obtained was charged separately in 
two zones of the same glass reactksn tube. The inner diameter of the glass reaction tuba was 15 mm and a thermocouple 
protective tube having an outer diameter of 6 mm was inserted therein. In the upper zone, the catalyst was charged 
after diluting by sufficiently mixing 5.9 g of the ruthenium oxide catatyst supported on titanium oxide with 23.6 g of a 
commercially available spherical (2 mm in size) a -alumina carrier (SSA995, manufactured by NIkkato Co.). In the 
lower zone. 11.9 g of the ruthenium oxide catalyst supported on titanium oxide was charged without being diluted. A 
hydrogen chlorkJe gas (96 ml/min.) and an oxygen gas (53 ml/min.) were respectively supplied by passing from the 
top to the bottom of the reactor under atmospheric pressure (in terms of 0 "C. 1 atm). The upper zone of the glass 
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reaction tube was heated in an electric furnace to adjust the inlernal temperature (hot spot) to 361 "C. Similarly, the 
lower zone was heated to adjust the internal temperature (hot spot) to 295° C. 4.5 Hours after the beginning of the 
reaction, the gas at the reaction outlet was sampled by passing it through an aqueous 30 % potassium iodide solution, 
and then the amount of chlorine formed ^d amodntfcf the noiS-reacted hydrogen chloride were respectively determined 

5 by iodometric titration and neutralization titration . As a result, the conversion of hydrogen chloride was 93.0%. 

[0334] According to the same reaction manner as that described above except that the hydrogen chloride gas (146 
ml/min.) and the oxygen gas (74 mi/min.) were respectively supplied under atmospheric pressure (in terms of 0 'C. 1 
atm) and that the internal temperature of the upper zone was adjusted to SSO'C and the internal temperature of the 
lower zone was adjusted to 300° C. the reaction was conducted. 4.5 Hours after the beginning of the reaction, the 

10 conversion of hydrogen chloride was 91 .6%. 

Example 2 

[033S] A catalyst was prepared by the following process. That is, 3.52 g of commercially available ruthenium chloride 
»5 (RuClg.nHgO, Ru content: 35.5% by weight)was dissolved in 7.61 g of water, followed by sufficient stirring to obtain an 
aqueous ruthenium chloride solution The resulting aqueous solution was added dropwise in 25,0 g of a spherical (1-2 
mm (t» in size) titanium oxide carrier (CS-300S-1 2,anatase crystal manufactured by Sakai Chemical Industry Co., Ltd.), 
thereby to support ruthenium chloride by impregnation. The supported one was dried in an air at 60*G for 4 hours to 
obtain 28. 0 g of a ruthenium chloride supported on titanium oxide . 4.0 g of the resulting ruthenium chloride supported 
20 on titanium oxide (28.0 g) was dipped in a mixed solution of 2.4 g of an aqueous potassium hydroxide solution adjusted 
to 2 mol/l and 1 .2 g of pure water at room temperature for 1 minute. Then, the dipped one was poured, together with 
the solution, into 0.67 g of a hydrazine monohydrate under nitrogen at room temperature. At the lime of pouring, 
bubbling was observed in the solution. After the solution was allowed to stand for about 15 minutes until the bubbling 
disappeared, 4,0 got pure water was poured, followed by stirring Then, the supernatant was removed by decantation. 
2S Then, 30 ml of an aqueous potassium chloride solution adjusted to 2 mol/l was poured and, after stirring, the supernatant 
was removed by decantation. By repeating this operation six times, washing with the aqueous potassium chloride 
solution was conducted. Then, the washed one was dried under air at 60* C for 4 hours to obtain a spherical gray solid 
containing potassium chloride. 

[0336] Then, the solid was heated under air from room temperature to 350*C for about 1 hour and then calcined at 
30 the same temperature for 3 hours to obtain a spherical solid. Washing was conducted by adding 0.5 liter of pure water 
to the resulting solid, stirring and allowing to stand 30 minutes, and the resulting solid was separated by filtration. This 
operation was repeated four times. The washing time was about 4 hours. The washed one was dried under air at 60° C 
for 4 hours to obtain 3.73 g of a black spherical ruthenium oxide catalyst supported on titanium oxide. 
[0337] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

35 

Ru02/(Ru02 + TiOg) X 100 = 6.1% by weight 
[0338] The calculated value of the content of ruthenium was as follows. 

40 

Ru/(Ru02 + TiOg) X 100 = 4.7% by weight 

[0339] The ruthenium oxide catalyst supported on titanium oxide (2.5 g) thus obtained was diluted by mixing with a 
45 5 9 of spherical titanium oxide carrier (1-2 mm ^ In size) and then charged in a quartz reaction tube (Inner diameter: 
12 mm). A hydrogen chloride gas (192 ml/min.) and an oxygen gas (184 ml/min.) were respectively supplied under 
atmospheric pressure (in terms of 0 'C, 1 atm). The quartz reaction tube was heated in an electric furnace to adjust 
the intemal temperature (hot spot) to 300*C. 1 .8 Hours after the beginning of the reaction, the gas at the reactwn outlet 
was sampled by passing it through an aqueous 30 wt% potassium iodide solution, and then the amount of chlorine 
50 formed and amount of the non-reacted hydrogen chloride were respectively determined by iodometric titration and 
neutralization titration . 

[0340] The formation activity of chlorine per unit weight of the catalyst determined by the following equation was 3.68 
X 1 0"* mol/min.g-catalyst, 

[0341] Chtofine formation activity per unit weight of catalyst (nrwl/min.g-catalyst) = amount of outlet chlorine formed 
55 (mol/min)/weight of catalyst (g) 

[0342] The formation activity of chlorine per unit weight of Ru determined by the following equation was 78.4 x 10"* 
mol/min.g-Ru. 

[0343] Chlorine formation activity per unit weight of Ru (mot/min.g-Ru) ~ amount of outlet chlorine formed (mol/min) 
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/weight of Ru (g) 
Example 3 

1 ' ; '.* 

5 [0344] A catalyst was prepared by the following process. That is, 3.52 9 of commercially available ruthenium chloride 
(RuClg.nHgO. Ru content: 35.5% by weight) was dissolved in 7.6 g o( water, followed by sufficient stirring to obtain an 
aqueous ruthenium chloride solution. The resulting aqueous solution was added dropwise in 25.0 g of a spherical (1 -2 
mm <^ in size) titanium oxide carrier (CS-300S-12. manufactured by Sakai Chemical Industry Co.. Ltd.), thereby to 
support ruthenium chloride by impregnation. The supported one was dried under air at 60*C for 4 hours to obtain 28. 1 

10 g of a ruthenium chloride supported on titanium oxide . 4.0 g of the resulting ruthenium chloride supported on titanium 
oxide (28. 1 g) was dipped in a mixed solution of 2.4 g of an aqueous potassium hydroxide solution adjusted to 2 moV 
I and 1 .2 g of pure water at room temperature for 1 minute. Then, the dipped one was poured, together with the solution, 
into 0.67 g of a hydrazine monohydrate under nitrogen at room temperature. At the time of pouring, bubbling was 
observed in the solution. After the solution was allowed to stand for about 1 5 minutes until the bubbling disappeared, 

^5 30 ml of pure water was poured, followed by stirring. Then, the supernatant was removed by decantation. By repeating 
this c^e ration six times, washing with water was conducted. Then, the washed one was dried under air at eCC for 4 
hours. The dried solid was impregnated with 1.3 g of an aqueous potassium hydroxide solution adjusted to 1 .4 moW, 
and then dried under air at 60* C for 0.5 hours to obtain a spherical gray solid containing potassium chloride. The 
calculated value of a moiar ratio of potassium chloride to ruthenium was 1 .0. Then, the solid was heated under air from 

^ room temperature to 350*C for about 1 hour and then calcined at the same temperature for 3 hours to obtain a spherical 
solid. Washing was conducted by adding 0.5 1 of pure water to the resulting solid and filtering. This operation was 
repeated four times. The washing time was about 4 hours. The washed one was dried under air at 60*0 for 4 hours 
to obtain 3.65 g of a b\ack spherical ruthenium oxide catalyst supported on titanium oxide. 
[0345] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

2S 

RuOg/CRuOg + Ti02) X 100 = 6.1% by weight 
[0346] The calculated value of the content of ruthenium was as follows. 

30 

Ru/(Ru02 + TiOg) X 100 = 4,7% by weight 

[0347] The ruthenium oxide catalyst supported on titanium oxide (2.5 g) thus obtained was charged in a quartz 
^ reaction tube (inner diameter; 12 mm) in the same manner as that described in Example 2, and then the reaction was 
conducted according to the same reaction manner as that described in Example 2. 1.8 Hours after the beginning 0I 
the reaction, the formation activity of chlorine per unit weight of the catalyst was 3.63 x 10*^ mol/min,g-catalyst. 
[0348] The formation activity of chlorine per unit weight of the Ru was 77.3 x 10'* mol/min.g-Ru. 

40 Example 4 

[0349] A catalyst was prepared by the following process. That is. 50.0 g of a titanium oxide powder (STR-60N, 1 00% 
rutile crystal , manufactured by Sakai Chemical Industry Co., Ltd.) was kneaded with 33.4 g of pure water and 6.6 g 
of a titanium oxide sol (CSB, TtOz content: 38% by weight, manufactured by Sakai Chemical Industry Co., Ltd.). At 

4S room temperature, a dry air was blown to the kneaded one, which was then dried until suitable viscosity was obtained. 
The weight toss of water by drying was 0.2 g. After drying, the mixture was sufficiently kneaded again. The kneaded 
one was extruded into a form of a noodle of 1 .5 mm 0 in size. After drying under air at 60°C for 4 hours, 46.3 g of a 
white noodle-shaped titanium oxide was obtained. After heating under air from room temperature to 500"C over 1.3 
hours, calcination was conducted at the same temperature for 3 hours. After the completksn of the calcinatkjn. 45.3 g 

so of a white extruded titanium oxkie carrier was obtained by cutting the noodle-shaped solid into pieces of about 5 mm 
in size. Then, 40.0 g of this carrier was impregnated with an aqueous solution prepared by dissolving 3.23 g of com- 
mercially available ruthenium chlorkle (HuCla.nHgO. Ru content: 37.3% by weight) in 21.9 g of pure water, and dried 
at 60° C for 2 hours. Then, the resulting solid was dipped in a solution of 16.7 g of a 2N potassium hydroxide solution, 
241 g of pure water and 4.1 g of hydrazine monohydrate under nitrogen at room temperature, with stirring every 15 

ss minutes. Bubbling occurred on dipping. After 80 minutes, filtration was conducted by using a glass filter. Washing was 
conducted for 30 minutes by adding 500 ml of water, followed by filtration. This operation was repeated five times. The 
pH of the wash was 9.2 at the first time, and the pH of the wash was 7.2 at the fifth time. To the extruded solid separated 
by filtratton, 50 g of a 0.5 mol/l of potassium chloride solution was added and, after stirring, the extruded solid was 
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separated by filtration again. This operation was repeated three times. The resutting solid was dried at 6Cyc for 4 hours 
to obtain a gray solid. After heating from room temperature to SSO'C in an air over 1 hour, the solid was calcined at 
the same temperature for 3 hours. After the cornpletion of the calcination, 500 ml of pure water was added and the 
mixture was stirred and. furthermore, the solid was ieparateti by filtration. This operation was repeated ten times and. 
5 after adding dropwise an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not 
remained. Then, 41.1 g of a bluish gray extruded ruthenium oxide catalyst supported on titanium oxide was obtained 
by drying this solid at 60*0 lor 4 hours. 

[0350] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

RuOg/CRuOg + TiOg) X 100 = 3,B% by weight 

[0351] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + Ti02) X 100 ^ 2.9% by weight 

[0352] X-ray diflraction analysis of the titanium oxide powder (STR-60N) used was conducted under the same con- 
ditbns as those of Example 1 . Asa result, a peak intensity of a rutile crystal (20=27.4" ) was 1015 cps. On the contrary 

so a anatase crystal{ 2 e=25.3*' ) peak was not detected. Consequently, the content of the rutile crystal was 100%. 

[0363] According to the same reactran manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.50 g ol the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (SSA995, manufactured by Nikkato Co.) and then charged in a quartz 
reaction tube (inner diameter: 12 mm) and that the oxygen gas (192 ml/min.) was passed through the reaction tube 

25 and the internal temperature was adjusted to 298''C, the reaction was conducted. 2.3 Hours after the beginning of the 
reaction, the fonnation activity of chlorine per unit weight of the catalyst was 8.88 X 10-* mol/min.g-catalyst. 

Example 5 

30 [0354] A catalyst was prepared by the foltowtng process. That is, 1 5.0 g of a titanium oxide powder (STR^ON, 100% 
rutile crystal , manufactured by Sakai Chemical Industry Co., Ltd.) was dipped in an aqueous solution of 2.01 g ol 
commercially available ruthenium chloride (RuCla.nHgO. Ru content: 37.3% by weight) and 26.7 g of pure water evap- 
orated under reduced pressure at 50" C for 4 hours, and then dried at 60* C for 2 hours. After drying, the powder was 
sufficiently ground to obtain a black powder This powder was dipped in a solution of 1 0.4 g ol a 2N potassium hydroxide 

35 solution, 69.9 ot pure water and 2.53 g of hydrazine monohydrate under nitrogen at room temperature. Bubbling oc- 
curred on dipping. The gas bubbled during the treatment for 1 hour was collected and the volume was measured. As 
a result, it was 74 ml in a normal state. The reduced powder was separated by filtration. Washing was conducted for 
30 minutes by adding 500 ml of water, followed by filtration This operation was repeated five times. The pH of the 
wash was 9.4 at the first time, and the pH of the wash was 7.1 at ihe fifth time. To the powder separated by filtration, 

40 50 g of a 2 mol/1 of potassium chloride solution was added and. after stirring, the powder was separated by filtration 
again. This operation was repeated three times. The resulting cake was dried at 60* C for 4 hours to obtain a blackish 
brown powder After heating from room temperature to SSO-C in an air over 1 hour, the solkJ was calcined at the same 
temperature for 3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was 
stirred and, furthermore, the powder was separated by filtration. This operation was repealed five times and, after 

45 adding dropwise an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not remained. 
Then, 14.5 g of a black powder was obtained by drying this powder at 60"C for 4 hours. The resulting powder was 
molded to adjust the particle size to 8.6-1 6.0 mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium 
oxide. 

[0355] Incklenlally, the calculated value of the content of ruthenium oxide was as follows. 

so 

RuO2/(Ru02 + TO2) X 100 = 6.2% by weight 
[0356] The calculated value of the content ot ruthenium was as follows. 

SS 



Bu/{Ru02 + Ti02) X 100 = 4,7% by weight 
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[0357] X-ray diffraction analysis o1 the titanium oxide carrier used was conducted under the same conditions as those 
ot Example 1. As a result. Theproporlionof apeak intensity (1 389cps) of a rutile crystal (2 e=27.4' ) to a total value of 
a peak intensity (1 389 cps) of a rutile crystal and a peak intensity (40 cps) of an anatase crystal (2 &=25.3'* ) was 97%. 
Consequently, the content of the rutild ciystat Vva^ 97%. • 

5 [0358] Tlie content of the OH group of the carrier was measured in the following nnanner. That is. a sample was 
previously dried in an air at 1 50° C for 2 hours and cooled in a desiccator. Then. 1 .06 g of the sample was transferred 
to the flask whose atmosphere was replaced by nitrogen, and was suspended in 40 mi of a dehydrated toluene solvent. 
To inhibit heat generatnn, the flask was ica-cooted and 5 ml of methyl lithium was dropped from a dropping funnel 
under nitrogen. As a result, 52 ml of a methane gas was evolved. The same operation was conducted, except for using 

10 toluene without charging no sample. As a result, 30 ml of a methane gas was evolved. At this time, the temperature 
was 24'C. The content Q (mol/g-carrier) of the OH group was calculated by using the following equation (1): 

Q = (V - Vo)/(22400 X (273 + T)/273)/W ( 1 ) 

IS 

where 

V: amount of gas evolved (ml), volume of a methane gas evolved at the temperature T during the measurement 
Vq: blank amount of gas evolved (ml), volume of a methane gas evolved at the temperature T from remained water 

in the measuring system when measuring without putting a sample 
T; Measuring temperature ("C) 
W: Amount of sample (g) 

[0356] As a result, Q was 6.5X10^^ (mol/g-carriar) 
25 [0350] Furthermore, thevalenceof Ru reduced was calculated from the amount ot nitrogen produced by the hydrazine 
treatment according to the following scheme (2). As a result, the folkswing scheme was obtained. 

1/4 N2H4 ^ e' + H* + 1/4 (1) 

30 

[0351] In the present invention, the valence of ruthenium was determined by the scheme (1 ). 
[0352] The valence of Ru when the reaction (1 ) proceeds is represented by the following equatk>n: 

3s Valence number of Ru = 3 - ((V/22400 X 4)/N) (2) 

where V: amount of gas produced (ml). N: amount of Ru content which was charged (mol) 
[0363] The valence number of Ru was calculated as 1 .22. 
[0384] Ru was reduced to the valence of 1 .22. 
40 [0365] On the other hand, in addition to the atwve reaction, there is also known the reaction (3) represented by the 
tolk>wing scheme: 

9/2 NgH^ -> e" + 5NH3 + 3H% 2N2T (3) 

45 

[0366] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (SSA995, manufactured by Nikkato Co.) and then charged in a quartz 
reaction lube (inner diameter: 12 mm) and that the oxygen gas (192 mWnin.) was passed through the reaction tube, 
the reaction was conducted. 2.2 Hours after the beginning of the reaction, the fonmaticffi activity of chtorine per unit 
weight of the catalyst was 6.10 X 10-* mol/min.g-catalyst. 

Example 6 



55 



[0357] A catalyst was prepared by the following process. That is, 5,0 g of a spherical ( 1 -2 mm in size) titanium oxide 
carrier (CS-300S-12, anatase crystal, manufactured by Sakai Chemical Industry Co., Ltd.) was impregnated with a 
solution prepared previously by dissolving 0.71 g of ruthenium chtoride (RuClg.nHjO, Ru content: 35.5% by weight) in 



EP0 936 184 A2 



1 .7 g of water, and then dried at 60* C for 2 hours. Then, a solution of 0 84 g of sodiunn boron hydride {NaBH4), 4.1 g 
of water and 22.1 g of ethanol was prepared. After the solution was sutficlentty cooled in an ice bath, an already 
prepared ruthenium chloride supported on titanium carrier was added and ruthenium chloride was reduced. At this 
time, bubbling was observed. After the bubbling Ws termindted, the reduced solid was separated by filtration. After 

s washing with 500 ml of pure water for 30 minutes, the solid was separated by filtration. This operation was repeated 
five times. Then, this solid was dried at GO^C for 4 hours. As a result, 5,2 g of a black solid was obtained. Then, this 
solid was impregnated with a solution prepared by dissolving 0.19 g of potassium chloride in 3.1 g of pure water by 
two portions. The impregnation amount of the potassium chloride solution was 1.7 g at the first time. Alter drying at 
60*C for 1 hour, the amount was 1 .4 g at ihe second time. The resulting solid was dried at 60°C for 4 hours. The dried 

10 one was heated under air to 350*C over 1 hour and then calcined at the same temperature for 3 hours. Then, the 
resulting solid was washed wilh 500 ml of pure water for 30 minutes and then separated by filtration. This operation 
was repeated five times. After adding drop wise an aqueous silver nitrate solution to the filtrate, it was confirmed that 
potassium chloride is not remained. After washing, the solid was dried 60"C for 4 hours to obtain 5.1 g of a spherical 
black ruthenium oxide catalyst supported on titanium oxide. The pore radius of the resulting catalyst was within a range 

^5 from 0.004 to 0.02 micrometer The pore distribution curve of this catalyst measured by a mercury porosimeter is shown 
in figure 7. 

[0368] Incklentaliy, the calculated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + TiOg) X 1 00 = 6.2% by weight 

[0369] The calculated value of the content of ruthenium was as follows, 

Ru/{Ru02 + TiOg) X 100 - 4.7% by weight 

[0370) X-ray diffraction analysis of the titanium oxide used was conducted under the same conditions as those of 
Example 1 . As a result, a peak of a rutile crystal (2 6=27.4" ) was not detected toa anatase crystal peak intensity (1824 
cps, 2 6=25.3* ). Consequently, the content of the rutile crystal was 0%. 
30 [0371] Under the same conditions as those of Example 5 except that the amount of the sample was 2.56 g and Ihe 
amount of toluene was 40 ml. the content of the OH group of the carrier was measured. As a result, 86 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 9.0 X 10"* (mol/g-carrier). 

[0372] According to the same reactton manner as that described in Example 2 except that 2,5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube and that the hydrogen chloride 
35 (187 ml/min.) and the oxygen gas {199 ml/min.) were passed through the reaction tube, the reaction was conducted. 
2.0 Hours after the beginning o1 the reaction, the formation activity of chlorine per unit weight of the catalyst was 3.92 
X 10-^ mol/min.g-calalyst. 

Example 7 

40 

[0373] A catalyst was prepared by the following process. That is, 10.1 g of a titanium oxide powder (P25, manufac- 
tured by Nippon AEROSIL Co., Ltd,) was impregnated with an aqueous solution prepared previously by dissolving 0.41 
of commercially available ruthenium chloride (RuCl3.nH20, Ru content: 37,3% by weight) in 3.5 g of pure water, and 
then dned at 60'C for 2 hours. After drying, the powder was sufficiently ground in a mortar to obtain a dark green 

45 powder To reduce this powder with sodium boron hydride, a solution was prepared by dissolving 0,50 g of sodium 
boron hydride in 100.0 g of ethanol and cooled in an ice bath. To this sodium boron hydride solution, the total amount 
of ruthenium chloride supported on titanium oxide was added with stirring. Bubbling occurred on addition. After 1 hour, 
the supernatant was removed by decantation. 500 ml of pure water was added, followed by washing for 30 minutes 
and further separation by filtration. This operation was repeated five times. The pH of the wash at the first time was 

so 9,3, and the pH of the wash at the fifth time was 4,2, To the powder separated by filtration, a 2 mol/1 potassium chloride 
solution was added and, after stirring, the powder was separated by filtration again. This operation was repeated three 
limes. The amount of the potassium chloride solution added was 48.1 g at the first time, 52.9 g at the second time and 
47,2 g at the third time, respectively. The resulting cake was dried at 60*0 for 4 hours to obtain a gray powder. After 
heating from room temperature to 350°C under air over 1 hour the powder was calcined at the same temperature for 

ss 3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was stirred and, 
furthermore, the powder was separated by filtration. This operation was repeated five times and, after adding dropwise 
an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not renriained. Then, 9.2 g 
of a bluish gray powder was obtained by drying this powder at 60° C for 4 hours. The resulting powder was molded to 
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adjust the particle size to 8.6-16.0 mesh, thereby obtaining a ruthenium oxide catalyst supported on trtanium oxida. 
[0374] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

^ RuOj/CRuOg + T\0^) X 1 00 = 1 .9% by weight 

[0375] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOj) X 100 = 1 .5% by weight 

[0376] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube and that the hydrogen chloride 
(195 ml/min.) and the oxygen gas (198 ml/min.) were passed through the reaction tube, the reaction was conducted. 
15 2.0 Hours after the beginning of the reaction, the formation activity of chlorine per unit weight of the catalyst was 5.56 
X 10-4 mol/min.g-catalyst. 

Example 8 

20 [0377] A catalyst was prepared by the following process. That is, 1 0. 1 g of a titanium oxide powder (P25, manufac- 
tured by Nippon AEROSIL Co., Ltd.) was impregnated with an aqueous solution prepared previously by dissolving 0.40 
g of commercially available ruthenium chloride (RuClg.nHgO, Ru content: 37.3% by weight) in 3.4 g of pure water, and 
then dried at 60'C for 2 hours. After drying, the powder was sufficiently ground in a mortar to obtain a dark green 
powder. The powder was dipped in a solution of 2.1 g of a 2N potassium hydroxide solution and 30.2 g of pure water, 

^5 and then stirred with putting a flask in an ultrasonic cleaner. After 1 minute,asolutlonof 0.59 g of hydrazine monohydrate 
and 5.1 g of pure water were added to the suspension under stirring at room temperature under nitrogen. Bubbling 
occurred on addition. After 15 minutes, the reduced powder was separated by filtration. To the resulting powder,50C 
ml of pure water was added, followed by washing for 30 minutes and further separation by filtration. This operatior 
was repeated five times. The pH of the wash at the first time was 7.8, and the pH of the wash at the fifth time was 6.0. 

30 To the powder separated by filtration, a 2 mol/l potassium chloride solution was added and, after stirring, the powder 
was separated by filtration again. This operation was repeated three times. The amount of the potassium chloride 
solution added was 53.6 g at the first time, 62.4 g at the second time and 39.4 g at the third time, respectively. The 
resulting cake was dried at SO'C for 4 hours to obtain a beige powder. After heating from room temperature to 350° C 
under air over 1 hour, the powder was calcined at the same temperature for 3 hours. After the completion of the 

35 calcination, 500 ml of pure water was added and the mixture was stirred and, furthermore, the powder was separated 
by firtration. This operation was repeated five times and, after adding dropwise an aqueous silver nitrate solution to 
the wash, it was confirmed that potassium chloride is not remained. Then, 8.4 g of a bluish gray powder was obtained 
by drying this powder at 60"C for 4 hours. The resulting powder was molded to adjust the particle size to B. 6-1 6.0 
mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 

40 [0378] Incidentally, the cateulated value of the content of ruthenium oxide was as follows. 

RuO^iHuO^ + TiOg) X 100 = 1.9% by weight 

« [0379] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg) X 100 = 1.4% by weight 

so [0380] X-ray diffraction analysis of the titanium oxide powder used was conducted under the same conditions as 
those of Example 1 . As a result, the content of the rutile crystal was 17%. 

[0381] Under the same conditions as those of Example 5 except that the amount of the sample was 4.08 g and the 
amount of toluene was 80 ml. the content of the OH group of the carrier was measured. As a result, 88 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 2.8 X 10-* (mol/g-carrier). 
55 [0382] According to the same reaction nr^nner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube and that the hydrogen chtoride 
{187 ml/mln.) and the oxygen gas (199 ml/min.) were passed through the reaction tube and the Intemal temperature 
was adjusted to 301 "C, the reactron was conducted. 2.0 Hours after the beginning of the reaction, the formation activity 
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o1 chlorine per unit weight of the catalyst was 5.33 X 10** mol/min.g -catalyst. 
Example 9 

s [0383] A catalyst was prepared by the following process. That is, 1 9.7 g of a titaniunn oxide powder (P25, manufac- 
tured by Nippon AEROSILerogyl Co.. Ltd.) was impregnated with an aqueous solution prepared previously by dissolving 
0.81 g of commercially available ruthenium chloride (RuCls.nHsO, Ru content: 37. 3% by weight) in 6.0 g of pure water, 
and then dried at 60'*C tor 2 hours. After drying, the powder was sufficiently ground in a mortar to obtain a dark green 
powder. To reduce this powder with sodium boron hydride, a solution was prepared by dissolving 1.00 g of sodium 

10 boron hydride in 200 g of ethanol and cooled in an ice bath. To this sodium boron hydride solution, the total amount of 
ruthenium chloride supported on titanium oxide was added with stirring. Bubbling occurred on addition. Alter 1 hour, 
the supernatant was removed by decantation. 500 ml of pure water was added, followed by washing for 30 minutes 
and further separation by filtration. This operaticn was repeated five times. The pH of the wash at the first time was 
9.6, and the pH of the wash at the fifth time was 6.6. The resulting cake was dried at 60°C for 4 hours As a result, 

15 18.0 g of a bluish gray powder was obtained. Then, the resulting powder was impregnated with an aqueous solution 
of 0.66 g of potassium chloride and 9.0 g of pure water. The resulting powder was dned at GO'C for 4 hours. After 
heating from room temperature to 350'*C under air over 1 hour, the powder was calcined at the same temperature for 
3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was stirred and, 
furthermore, the powder was separated by filtration. This operation was repeated five times and, after adding dropwise 

20 an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not remained. Then, 17,3 g 
of a bluish gray powder was obtained by drying this powder at 60'C for 4 hours The resulting powder was molded to 
adjust the particle size to 8,6-16,0 mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0384] Incidentally the calculated value of the content of ruthenium oxide was as follows, 

Ru02/(Ru02 + TiOg) X 100 = 2.0% by weight 
[0386] The calculated value of the content of ruthenium was as follows, 

30 

Ru/(Ru02 + TiOg) X 100 = 1.5% by weight 

[0386] X-ray diffraction analysis of the titanium oxide powder used was conducted under the same conditions as 
those of Example 1 . As a result, the content ol the rutile crystal was 17%. 
35 [0387] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube and that the hydrogen chloride 
(195 ml/min.) and the oxygen gas (198 ml/min.) were passed through the reaction tube and the internal temperature 
was adjusted to 299°C, the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity 
of chlorine per unit weight ol the catalyst was 4.41 X 10^ mol/min.g-catalyst. 

40 

Example 10 

[0388] A catalyst was prepared by the following process. That is. a titanium oxide powder (STR-60N, 100% rutile 
crystal system, manufactured by Sakai Chemical Industry Co.. Ltd.) was prevrously heated in an air from room tem- 

45 perature to 50O''C over 1.4 hours and calcined at the same temperature for 3 hours. Then, 15.1 g of the calcined one 
was dipped in an aqueous solution of 0.61 g of commercially available ruthenium chloride (RuCl3.nH20. Ru content: 
37.3% by weight) and 26.7 g ot pure water, evaporated under reduced pressure at SO'C for 4 hours, and then dried 
at 60'C for 2 hours. After drying, the powder was sufficiently ground to obtain a dark green powder. This powder was 
dipped in a solution of 3.2 g of a 2N potassium hydroxide solution, 52.6 of pure water and 0.77 g of hydrazine mono- 

50 hydrate at room temperature under nitrogen. Bubbling occurred on dipping. After 1 hour, the reduced powder was 
separated by fittration. To the resulting powder, 500 ml of pure water was added, followed by washing for 30 minutes 
and further separation by fittration. This operation was repeated seven times. The pH of the wash was 9.9 at the first 
time, and the pH of the wash was 7.5 at the seventh time. To the powder separated by filtration, 50 g of a 2 mol/l of 
potassium chloride solution was added and, after stirring, the powder was separated by filtration again. This operation 

55 was repeated three times. The resulting solid was dried at 60" C for 4 hours to obtain a reddish gray powder After 
heating from room temperature to SSO^C under air over 1 hour the powder was calcined at the same temperature for 
3 hours. After the completion of the calcination. 500 ml of pure water was added and the mixture was stirred and^ 
furthermore, the powder was separated by filtration. This operation was repeated five times and, after adding dropwise 
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an aqueous silver nitrate solution to the wash, it was confirmed that potassium ch bride rs not remained. Then, 1 3.9 g 
of a bluish gray powder was obtained by drying this powder at 60°C for 4 hours. The resulting powder was molded to 
adjust the particle size to B. 6-1 6.0 mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0389] Incidentally, the calculated vStue ot the content of ruthenium oxide was as follows. 

5 

Ru02/(Ru02 + TlOg) X 1 00 = 1 .9% by weight 
[0390] The calculated value of the content of ruthenium was as follows. 

10 

Ru/(Ru02 + TiOg) X 100 = 1 .5% by weight 

[0391] Under the same conditions as those of Example 5 except that the amount of the sample was 1 .31 g ^d the 
'5 amount of toluene was 40 ml, the content of the OH group of the carrier was measured. As a result, 48 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 5.6 x 10 * (mol/g-carrier). 

[0392] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.5 g of the ruthenium oxide catatyet supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm In size) alumina carrier (SSA995, manufactured by Nikkato Co.) and then charged in a quartz 
20 reactbn tube (inner diameter: 12 mm) and that the oxygen gas (192 mlAnin.) was passed through the reactkxi tube, 
the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chlorine per unit 
weight of the catalyst was 4.27 X 10^ mol/min.g-catalyst. 

Example 11 

zs 

[0393] A catalyst was prepared by the folkiwing process. That Is, a titanium oxide powder (STR-SON, 100% rutile 
crystal system, manufactured by Sakai Chemical Industry Co., Ltd.) was previously heated from room temperature to 
700*C under air over 1.9 hours and calcined at the same temperature for 3 hours. Then, 15.0 g of the calcined one 
was dipped in an aqueous solutnn of 0.61 g of commercially available ruthenium chlorkje (RuGl3.nH20, Ru content: 

30 37.3% by weight) and 26.7 g of pure water, evaporated under reduced pressure at 50" C for 4 hours, and then dried 
at 60*C for 2 hours. After drying, the powder was sufficiently ground to obtain a dark green powder This powder was 
dipped in a solutnn of 3.2 g of a 2N potassium hydroxide solution, 52.6 g of pure water and 0.77 g of hydrazine 
monohydrate at room temperature under nitrogen. Bubbling occurred on dipping. After 1 hour, the reduced powder 
was separated by filtration. To the resulting powder 500 ml of pure water was added,' folk>wed by washing for 30 

3S minutes and further separation by filtration. This operation was repeated seven times. The pH of the wash was 9.9 at 
the first time, and the pH of the wash was 7.5 at the seventh time. To the powder separated by filtration, 50 g of a 2 
moVl of potassium chlorkle solution was added and, after stirring, the powder was separated by filtration again. This 
operatk)n was repeated three times. The resulting soiki was dried at 60" C for 4 hours to obtain a gray powder After 
heating from room temperature to 350*C under air over 1 hour, the powder was calcined at the same temperature for 

40 3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was stirred and, 
furthermore, the powder was separated by filtration. This operation was repeated five times and, after adding dropwise 
an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not remained. Then, 13.5 g 
of a bluish gray powder was obtained by drying this powder at 60* C for 4 hours. The resulting powder was nrrolded to 
adjust the particle size to 8.6-16.0 mesh, thereby obtaining a ruthenium oxKte catalyst supported on titanium oxide. 

45 [0394] Incidentally, the cak:utated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + Ti02) X 100 = 2.0% by weight 

so [0395] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg) X 100 := 1 .5% by weight 

55 [0396] Under the same conditions as those of Example 5 except that the amount of the sample was 2.02 g and the 
amount of toluene was 40 ml, the content of the OH group of the carrier was measured. As a resuft, 46 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 3.3 X 10^ (mol/g-carrier), 

[0397] According to the same reactron manner as that described in Example 2 except that the catalyst was diluted 
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by mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (5SA995, manufactured by Nikkato Co.) and then charged in a quartz 
reaction tube {inner diameter: 12 mm) and that the oxygen gas (192 ml/min.) was passed through the reaction tube, 
the reaction was conducted. 2.0 Hours after the beginning bf the reaction, the formation activity of chlorine per unit 
s weight of the catalyst was 4,32 X 1 0** mol/min.g-catalyst. 

Example 12 

[0398] A catalyst was prepared by the following process. That is, 120 of a titanium oxide powder (STR-60N, rutile 

10 crystal . manufactured by Sakai Chemical Industry Co. , Ltd.) was kneaded with 76.3 g of pure water and 15.8 g ot a 
titanium oxide sol (CSB, TiOg content: 38% by weight, manufactured by Sakai Chemical Industry Co., Ltd.). At room 
temperature, a dry air was blown to the kneaded one, which was then dried until suitable viscosity was obtained . The 
weight loss of vfalor by drying was 10.5 g. After drying, the mixture was sufficiently kneaded again. This kneaded one 
was extruded Into a form of a noodle of 1.5 mm ^ in size. After drying under air at 60'C for 4 hours, 119 g of a white 

IS noodle-shaped titanium oxide was obtained. After heating under air from room temperature to 500°C over 1,4 hours, 
calcination was conducted at the same temperature for 3 hours. After the completion of the calcination, 115 g of a white 
extruded titanium oxide was obtained by cutting the noodte-shaped solid into pieces o( about 5 mm in size. Then, 50.0 
g of the resulting carrier was impregnated with an aqueous solution prepared by dissolving 2.04 g ot commercially 
available ruthenium chloride (RuCls.nHgO, Ru content: 37.3% by weight) in 27.0 g of pure water, and dried at 60'C for 

20 2 hours. Then, the resulting solid was dipped in a solution of 10.5 g of a 2N potassium hydroxide solution, 300 g of 
pure water and 2.57 g of hydrazine monohydrate under nitrogen at room temperature, followed by dipping for 1 hour 
with stirring every 15 minutes after the reduction, filtration was conducted by using a glass filter. Bubbling occurred on 
dipping. 500 ml of pure water was added, followed by washing for 30 minutes and further separation by filtration. This 
operation was repeated five limes. The pH of the wash was 8.6 at the first time, and the pH of the wash was 6.8 at the 

J?5 fifth time. To the resulting extruded solid separated by filtration, 100 g of a 0.5 moUl of potassium chloride solution was 
added and, after stirring and allowing to stand 30 minutes, the resulting extruded solid was separated by filtration again. 
This operation was repeated three times. The resutting extruded solid was dried at 60°C for 4 hours to obtain a gray 
solid. After heating from room temperature to 350° C under air over 1 hour, the solid was calcined at the same temper- 
ature lor 3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was stirred 

30 and, furthermore, the solid was separated by filtration. This operation was repeated five times over 5 hours and, after 
adding dropwise an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not remained. 
Then, 50.7 g of a bluish gray extruded ruthenium oxide catalyst supported on titanium oxide was obtained by drying 
this resultant extruded solid at 60" C for 4 hours. Furlhemrtore. the same operation from the impregnation step was 
repeated to obtain 50,8 g of a bluish gray extruded ruthenium oxide catalyst supported on titanium oxide. These cat- 

35 alysts were mixed to obtain 101 ,5 g of a bluish gray extruded ruthenium oxide catalyst supported on titanium oxide. 
[0399] Incidentally, the calculated value of the content of ruthenium oxide as the active component (A) of the catalyst 
was as follows, 

Ru02/(Ru02 + TiOgirutil crystal) + TiOg (binder)) X 100 -. 2.0% by weight 
[0400] The calculated value of the content of ruthenium was as follows. 



Ru/(Ru02 + Ti02{rutil crystal) + Ti02 (binder)) X 100 = 1.5% by weight 

[0401] Rutil titanium oxide shows thai thermal conductivity of solid phase is 7.5 W/m,*C measured at 200"'C. The 
calculated value of the content of rutil titanium oxide as component (B) was as follows. 

[0402] TiOg (rulil cry5tal)/(Ru02 + TiOg (rutil crystal)+ TiOj (binder)) X 100 = 93.4 % by weight X-ray diffraction 
analysis of the titanium oxide catalyst used was conducted under the same conditions as those of Example 1 . As a 
result, the content of the rutile crystal was 97%. 

[0403] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.50 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (SSA995, manufactured by Nikkato Co.) and then charged in a quartz 
reaction tube (inner diameter: 12 mm) and that the oxygen gas (206 ml/min.) was passed through the reaction tube, 
the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chkirine per unit 
weight of the catalyst was 4,83 x 10"* mol/min.g-catalyst. 
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Example 13 

[0404] A catalyst was prepared by the following process. That is. 10.0 g of a titanium oxide powder (MT-600B. rutile 
crystal system. manuTactur- * by TAY6a Corporaiion ) was impregnated with an aqueous solution of 0.407 g of com- 
mercially available ruthenii -.hloride (RuCLj.nHaO. Ru content: 37.3% by weight) and 17.8 g of pure water, and then 
evaporated under reduced f-; dssure at AQ^C over 2 hours. After drying at 60X for 2 hours, the powder was sufficienily 
ground to obtain a dark green powder. TTiis powder was dipped in a solution of 2.1 g of a 2N.potassium hydroxide 
solution and 30.0 of pure water at room temperature, followed by stirring. After 1 minute, under nitrogen, a solution of 
0.59 g of hydrazine monohydrate and 5.0 g of pure water was added to the suspension under stirring at room temper- 
ature under nitrogen. Bubbling occurred on dipping. After 1 hour, the reduced powder was separated by fittratir- To 
the resulting powder. 500 ml of pure water was added, followed by washing for 30 minutes and further separatu. by 
fiitratton. This operation was repeated five times. The pH of the wash was 8.8 at the first time, and the pH of the wash 
was 7.4 at the fifth time. To the powder separated by filtration. 50 g of a 2 mol/l of potassium chtaride solution was 
added and. after stirring, the powder was separated by filtration again. This operation was repeated three times The 
resulting solid was dried at 60»C for 4 hours to obtain a beige powder. After heating from room temperature to 350»C 
under air over 1 hour, the powder was calcined at the same temperature for 3 hours. After the completion of the 
calcination, 500 ml of pure water was added and the mixture was stirred and. furthermore, the powder was separated 
by filtration. This operation was repeated five times and. after adding dropwise an aqueous silver nitrate solution to 
the wash, it was confirmed that potassium chloride is not remained. Then, 9.23 g of a bluish gray powder was obtained 
by drying this powder at SO'C for 4 hours. The resulting powder was molded to adjust the particle size to 9.6-16.0 
mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0405] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 



Ru02/(Ru02 + TiOg) X 100 = 2.0% by weight 
[0406] The calculated value of the content of ruthenium was as follows. 



Ru/(Ru02 + TiOg) X 100 = 1 .5% by weight 



[0407] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 5 g of a commercially 
available spherical (1 mm in size) alumina carrier (SSA995, manufactured by NikkatoCo.)andthen charged in a quartz 
reactk)n tube (inner diameter: 1 2 mm) and that the hydrogen chloride gas (211 ml/min.) and the oxygen gas (211 ml/ 
mrn.) were passed through the reaction tube, the reaction was conducted. 1 .8 Hours after the beginning of the reaction 
the formation activity of chtorine per unit weight of the catalyst was 4.40 x 10*4 mol/min.g-catalyst. 

Example 14 



[0408] A catalyst was prepared by the following process. That is. 270 g of pure water and 1 34 g of a 30 wt% titanium 
sulfate solution (manufactured by Wako Pure Chemical Industry, Ltd.) were mixed at room temperature The resulting 
solution was mixed with 10.0 g of a titanium oxide powder (PT-101. 100% rutile crystal, manufactured by Ishihara 
Techno Corporation ) at room temperature. Then, the resulting suspension was hydrolyzed by heating to 102°C under 
stirring over 7 hours using an oil bath. After the completion of the hydrolysis, the reaction solution was cooled to room 
temperature, allowed to stand overnight, and then separated by filtration. 0.5 liter of pure water was added to the 
resulting white precipitate and, after washing for 30 minutes, the precipitate was separated by filtration. This operation 
was repeated eight times. Then, the resulting precipitate was dried at 60»C for 4 hours to obtain 25 0 g of a white 
powder. This powder was heated to SOO'C in an air over 1 hour and then calcined at the same temperature for 5 hours 
to obtain 23.2 g of a white solid. Furthermore. 20.2 g of this powder was taken out. heated to 500°C under air over 1 4 
hour and then calcined at the same temperature for 3 hours to obtain 1 9.5 g of a white solid. The resulting solid was 
ground to obtain a titanium oxide powder. 

[0409] The resulting titanium oxide powder (9.5 g) was impregnated with an aqueous solutkxi prepared previously 
by dissolving 1 .27 g of commercially available ruthenium chloride (RuClg-nHgO. Ru content: 37.3% by weight) and 9 5 
g of pure water, and then evaporated under reduced pressure at 40»C over 2 hours. After drying at SCC for 2 hours 
the powder was sufficiently ground to obtain a black powder. This powder was dipped in a solution of 6 6 g of a 2N 
potassium hydroxide solution and 28.5 g of pure water at room temperature, followed by stirring . After i minute a 
solution of 1.83 g of hydrazine monohydrate and 4.8 g of pure water was added to the suspension under stirring' at 
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room temperature under nitrogen. Bubbling occurred on dipping. Alter 1 hour, the reduced powder was separated by 
filtration. To the resulting powder. 500 ml of pure water was added, followed by washing for 30 minutes and further 
separation by filtration. This operation was repeated five times. The pH of the wash was 8.2 at the first time, and the 
pH of the wash was 6.6 at the fifth time.-To the pbwber separated by filtration, 48 g of a 2 mol/l of potassium chloride 

5 solution was added and, after stirring, the powder was separated by filtration again. This operation was repeated three 
times. The resulting solid was dried at SO'C for 4 hours to obtain 10.2 g of a black powder. After heating from room 
temperature to SSO'C in an air over 1 hour, the powder was calcined a1 the same temperature for 3 hours. After the 
completion of the calcination. 500 ml of pure water was added and the mixture was stirred and, furthermore, the powder 
was separated by filtration. This operation was repeated five times and, after adding dropwise an aqueous silver nitrate 

10 solution to the wash, it was confirmed that potassium chloride is not remained. Then, 8.93 g of a black powder was 
obtained by drying this powder at SO'C for 4 hours. The resulting powder was molded to adjust the particle size to 
8.6-16.0 mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0410] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

15 

Ru02/(Ru02 + Ti02) X 100 = 6.2% by weight 
[0411] The calculated value of the content of ruthenium was as follows. 

20 

Ru/IRuOg + TiOg) X 100 4.7% by weight 

[0412] X-ray diffraction analysis of the titanium oxide catalyst used was conducted under the same conditions as 
those of Example 1 . As a result, a pealt intensity of a rutile crystal {2 9=27.4* ) was1497 cps.On the contrary a peak 
^5 intensity of an anatase crystal(2 0=25.3'* ) was not delected. Consequently the content of the rutile crystal was 100%. 
[0413] Under the same conditions as those of Example 6 except that the amount of the sample was 2.36 g and the 
amount of toluene was 40 ml, the content of the OH group of the carrier was measured. As a result, 51 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 3.7 x 10-* (mol/g-carrier). 

[0414] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
30 by mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (SSA995, manufactured by NikkatoCo.) andthen charged in a quartz 
reaction tube (inner diameter; 12 mm) and that the hydrogen chloride gas (211 ml/min ) and the oxygen gas (211 ml/ 
min.) were passed through the reaction tube, the reaction was conducted. 2.3 Hours after the beginning of the reaction, 
the formation activity of chlorine per unit weight of the catalyst was 8.18 X 10-" mol/min.g-catalyst. 

05 

Example 15 

[0415] A catalyst was prepared by the following process. That is. a titanium oxide powder (1 00% rutile crystal, man- 
ufactured by Sakai Chemical Industry Co., Ltd.) was previously heated from room temperature to500*C under air over 

40 1 .4 hours and calcined at the same temperature for 3 hours. Then, 10.0 g of the calcined one was dipped in an aqueous 
solution of 1 .34 g of commercially available ruthenium chloride (RuCLj nH^O. Ru content: 37 3% by weight) and 17.8 
g of pure water, evaporated under reduced pressure at 40 "C over 2 hours, and then dried at 60° C for 2 hours. After 
drying, the powder was sufficiently ground to obtain a blackish brown powder. This powder was dipped in a solution 
o) 6.9 g of a 2N potassium hydroxide solution, 30.0 g of pure water and 1 .93 g of tiydrazine monohydrate under nitrogen 

"5 at room temperature. Bubbling occurred on dipping. After 1 hour, the reduced powder was separated by filtration. To 
the resulting povwier, 500 ml of pure water was added, followed by washing for 30 minutes and further separation by 
filtration. This operation was repeated five times. The pH of the wash was 8.7 at the first time, and the pH of the wash 
was 7.4 at the fifth time. To the powder separated by filtration, 50 g of a 2 nnol/l of potassium chloride solution was 
added and, after stirring, the powder was separated by filtration again. This operation was repeated three times The 

50 resulting solid was dried at 60" C for 4 hours to obtain a black powder After heating from room temperature to 350* C 
under air over 1 hour, the powder was calcined at the same temperature for 3 hours. After the completion of the 
calcination, 500 ml of pure water was added and the mixture was stirred and. furthermore, the powder was separated 
by filtration. This operation was repeated five times and. after adding dropwise an aqueous silver nitrate solution to 
the wash, it was confirmed that potassium chloride is not remained. Then. 9.7 g of a black powder was obtained by 

55 drying this powder at eO'C for 4 hours. The resulting powder was molded to adjust the particle size to 8.6-16.0 mesh, 
thereby obtaining a ruthenium oxide catalyst supported on titanium oxtde. 
[0416] Incidentally, the cateulated value of the content of ruthenium oxide was as follows. 
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RuOg/CRuOg + TiOa) X 100 + 6.2% by weight 
[0417] The calculated value of the content of ruthenium Svas as lollows. 

5 

Ru/(Ru02 + TiO^) X 100 = 4.7% by weight 

[0416] X-ray diffraction analysis of the titanium oxide catalyst used was conducted under the same conditions as 
10 those of Example 1 . As a result, a peak intensity ot a rutite crystal (2 6=27. 4** } was 907 cps. On the contrary, a peak 
intensity of an anatase crystal (2 ^25.3" ) was not detected. Consequently, the content of the rutile crystal was 100%. 
[0419] Under the same conditions as those of Example 5 except that the amount of the sample was 1 .64 g and the 
amount of toluene was 40 ml, the content of the OH group of the carrier was measured. As a result, 54 ml of a methane 
gas was evolved. The content of the OH group of the carrier was 6.0 X 10*^ (mol/g-carrier). 
IS [0420] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with 10 g of a commercially 
available spherical (2 mm in size) alumina carrier (SSA995, manufactured by Nikkato Co.) and then charged in a quartz 
reaction tube (inner diameter: 12 mm) and that the hydrogen chloride gas (211 ml/min.) and the oxygen gas (211 ml/ 
min.) were passed through the reactksn tube, the reaction was conducted. 1 .6 Hours after the beginning of the reaction, 
20 the formation activity of chlorine per unit weight of the catalyst was 7.85 X 10"^ mol/min.g-catalyst. 

Example 16 

[0421] A catalyst was prepared by the following process. That is, 1 0. 1 g of a titanium oxide powder (SSP-HJ, anatase 

Z6 crystal , manufactured by Sakai Chemical Industry Co., Ltd.) was impregnated with an aqueous solution prepared 
previously by dissolving 1.35 g of commercially available ruthenium chloride (RuCl3.nH20, Ru content: 37.3% by 
weight) in 4.5 g of pure water, and then dried at ecC for 2 hours. After drying, the powder was sufficiently ground in 
a mortar to obtain a black powder To reduce this powder with sodium boron hydride, a solution was prepared by 
dissolving 1 .65 g of sodium boron hydride in 330 g of ethanol and cooled in an ice bath. To this sodium boron hydride 

30 solutk^n, the total amount of ruthenium chloride supported on titanium oxide was added with stirring. Bubbling occurred 
on addition. After 1 hour, the supernatant was removed by decantation. 500 ml of pure water was added, folks wed by 
washing for 30 minutes and further separation by filtration. This operation was repeated five times. The pH of the wash 
at the first time was 9.3, and the pH of the wash at the fifth time was 5.3. The resulting cake was dried at 60" 0 for 4 
hours. As a result, 9. S g of a black powder was obtained. Then, the resulting powder was impregnated with an aqueous 

3S solution of 1 .21 g of potassium chloride and 4.2 g of pure water The resulting powder was dried at 60'C for 4 hours. 
After heating from room temperature to SSO'C under air over 1 hour, the powder was calcined at the same temperature 
for 3 hours. After the completion of the calcination, 500 ml of pure water was added and the mixture was stirred and, 
furthermore, the powder was separated by filtration. This operation was repeated five times and, after adding dropwise 
an aqueous silver nitrate solution to the wash, it was confirmed that potassium chloride is not remained. Then, 9.3 g 

40 of a black powder was obtained by drying this powder at 60" C for 4 hours. The resulting powder was molded to adjust 
the particle size to 8.6-16.0 mesh, thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0422] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + Ti02) X 1 00 = 6, 1 % by weight 

[0423] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg) X 100 = 4.7% by weight 

[0424] Under the same conditions as those of Example 5 except that the anrount of the sample was 1 .79 g and the 
amount of toluene was 40 ml, the content ol the OH group of the carrier was measured. As a result, 111 ml of a methane 
gas was evolved. The content of the OH group of the carrier was l B.6 x 10^ (mol/g-carrier). 
55 [0426] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride (187 ml/min.) and the oxygen gas (1 99 ml/min.) were passed through the 
reaction tube, the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chlorine 
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per unit weight of the catalyst was 3.59 x 10'* mol/min.g-catalyst. 
Example 17 

rt (I. • 

■ m 

5 [0426] A catalyst was prepared by the following process. That is, 10.0 g of a titanium oxide powder (P25, manufac- 
tured by Nippon AEROSIL Co., Ltd.) was impregnated with an aqueous solution prepared previously by dissolving 1 .34 
g of commercially available ruthenium chloride (RuCla.nHaO, Ru content: 37.3% by weight) in 4.6 g of pure water, and 
then dried at 60*C for 2 hours. After drying, the powder was sufficiently ground in a mortar to obtain a black powder. 
To reduce this powder with sodium boron hydride, a solution was prepared by dissolving 1 .66 g of sodium boron hydride 

10 in 330 g of ethanol and cooled in an ice bath To this sodium boron hydride solution, the total amount o1 ruthenium 
chloride supported on titanium oxide was added with stirring. Bubbling occurred on addition. After 1 hour, the super- 
natant was removed by decantation. 500 ml of pure water was added, followed by washing for 30 minutes and further 
separation by filtration. This operation was repeated nine times. The pH of the wash at the first time was 9.6, and Ihe 
pH of the wash at the ninth time was 7.7. The resulting cake was dried at 60°C for 4 hours. As a result, a black powder 

IS was obtained. Then, the resulting powder was impregnated with an aqueous solution of 1 .22 g of potassium chloride 
and 4.7 g of pure water. The impregnated powder was dried at 60*0 lor 4 hours. After heating from room temperature 
to 350*C under air over 1 hour, the powder was calcined at the same temperature for 3 hours. Alter the completion of 
Ihe calcination, 500 ml of pure water was added and the mixture was stirred and. furthermore, the powder was separated 
by filtration. This operation was repeated five times and, after adding dropwise an aqueous silver nitrate solution to 

20 the wash, it was confirmed that potassium chloride is not remained. Then, 9.5 g of a black powder was obtained by 
drying this powder at 60°C for 4 hours. The resulting powder was moWed to adjust the particle size to 8.6-16.0 mesh, 
thereby obtaining a ruthenium oxide catalyst supported on titanium oxide. 
[0427] Inckientally, the calculated value of the content of ruthenium oxide was as follows. 

RuOgARuOg + TlOg) X 100 = 6.2% by weight 



30 



[0428] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + Ti02) X 100 = 4.7% by weight 



[0429] X-ray diffraction analysis of the titanium oxide powder used was conducted. As a result, the content of the 
rutile crystal was 17%. 

3S [0430] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube In the same manner as that 
in Example 2 and that the hydrogen chloride (195 ml/mln.) and the oxygen gas (198 ml/min.) were passed through the 
reaction tube and the internal temperature was adjusted to 299*C, the reaction was conducted. 2.0 Hours after the 
beginning ot the reaction, the formation activity of chlorine per unit weight of the catalyst was 4.31 x lO"* nrwl/min.g- 

40 catalyst. 

Example IB 

[0431] A catalyst was prepared by the (ol lowing process. That is. 60 g of a commercially available 100% rutile type 
4S titanium oxide powder (STR-60N, manufactured by Sakai Chemical Industry Co. Ltd.) and 60 g of a a-alumina powder 
(A131-03, manufactured by Sumitomo Chemical Co . Ltd.) were sufficiently mixed. To the mixed one. a mixed solution 
of 15.8 g of 38wt% TlOg sol (CSB, manufactured by Sakai Chemical Industry Co., Ltd.) and 50 g of pure water was 
added. Until suitable viscosity was obtained, the mixture was dried at room temperature under air flow. After drying, 
the mixture was sufficiently kneaded The weighl loss by drying was 14 g. This kneaded one was extruded into a form 
so of a noodle of 1 .5 mm <)» in size, followed by drying at 60*C under air for 4 hours using a drier. The weight of the dried 
one was 101 g. Using a muffle furnace, the dried one was heated from room temperature to 500° C in an air over 1 .4 
hours and calcined at the same temperature for 3 hours to obtain 99.5 g of a titanium oxide-a-alumina carrier. 
[0432] The same operatkan was repeated to obtain 21 8 g of a titanium oxide-a-alumlna carrier 
[0433] Then, a extruded titanium oxide-a-alumina carrier was obtained by cutting the resulting noodle-shaped tita- 
55 nium oxide-a-alumina carrier into pieces of about 5 mm in size. 

[0434] Then. 2.03 g of commercially available ruthenium chloride (RuCla.nHgO, Ru content; 37.3% by weight) was 
dissolved in 1 4.6 g of water, followed by sufficient stirring to obtain an aqueous ruthenium chloride solution. The resulting 
aqueous ruthenium chloride solution was added dropwise to 50 g ol the extruded titanium oxide-a-alumina carrier. 
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thereby to support ruthenium chloride by impregnation. The supported one was dried under air at 60" C lor 2 hours !o 
obtain a ruthenium chloride supported on titanium oxide-a-alumina. 

[043S] The resulting ruthenium chloride supported on titanium oxide- a -alumina was added to a mixed solution of 
10.5 g of an aqueous potassium hydrbxide solution adjusted to 2 mol/1, 300 g of pure water and 2.54g of hydrazine 

s monohydrate under nitrogen at room temperature, lollowed by dipping for 1 hour stirring every 15 minutes. At the time 
of dipping, bubbling was observed In the solution. After the reduction, fiftration was conducted by using a glass fitter. 
0.5 liter of pure water was added to the glass filter and, after allowing to stand for 30 minutes, filtration was conducted 
again. This operation was repeated five times to obtain a brownish white extruded solid. Then, 100 g of an aqueous 
KCI solution adjusted to 0.5 mol/l was added to the resulting extruded solid and, after allowing to stand for 30 minutes, 

10 filtration was conducted under reduced pressure. The same operation was repeated three times. 

[0436] The resulting extruded solid was dried under air at 60*0 for 4 hours, heated to 350"C under air over 1 hour, 
and then calcined at the same temperature for 3 hours. 

[0437] 0.5 liter of pure water was added to the calcined one and the mixture was stirred. After allowing to stand for 
30 minutes, further more filtration was conducted by using a glass fitter This operation was repeated five times over 
IS 5 hours to remove potassium chloride until white turbidity does not occur when 0.2 mol/t of an aqueous silver nitrate 
solution is added to the filtrate. Then, the resultant was dried in an air at 60"C for 4 hours to obtain 50 g of a bluish 
gray ruthenium oxide catalyst supported on titanium oxide-a-alumina. 

[0438] The same operation was repeated fourtims to obtain 200 g of a ruthenium oxide catalyst supported on titanium 
oxide-a-alumina. 

^ [0439] According to the same reaction manner as that described In Example 2 except that 2.50 g of the ruthenium 
oxide catalyst supported on titanium oxide-a-alumina thus obtained was diluted with 10 g of a commercially available 
spherical (2 mm in size) alumina carrier (SSA99S, manufactured by Nikkato Co.) and then charged in a quartz reaction 
lube {inner diameter: 1 2 mm) and that the oxygen gas (1 92 ml/min.) was passed through the reaction tube, the reaction 
was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chlohne per unit weight of the 

25 catalyst was 4.62 x 10^ nnol/min.g-catalyst. 

[0440] Then, the controllability of the reaction temperature of the ruthenium oxide catalyst supported on titanium 
oxide-a-alumina was evaluated. 

[0441] That is, 40.6 g of the resulting ruthenium oxide catalyst supported on titanium oxide-a-alumina was charged 
in a nickel reaction tube (outer diameter: 29 mm 0, inner diameter: 25 mm t^, outer diameter of sheath tube for 
30 thermocouple : 6 mm The length of the catalyst bed was 9.2 cm and the volume of catalyst was 42.5 ml. 

[0442] Incidentally, the calculated value of the content of ruthenium oxide as the active component (A) of the catalyst 
was as follows. 

nu02/(Ru02+ TiOg (rutile crystal ) + a-AljOg + TiO^ (binder)) X 100 = 2.0% by weight 

[0443] Rutil titanium oxide shows that thermal conductivity of solid phase is 7.5 W/m.°C measured at 200* C. The 
calculated value of the content of rutile titanium oxide as the component (B) was as follows, 

40 

TiOj (rutile crystal )/(Ru02+ TiOgCrutile crystal ) + a-AlgOg + TiOg (binder)) X 100 = 47% by weight 

[0444] a-AlgOs shows that themnal conductivity of solid phase is 23 W/m.'C measured at 200" C. The calculated 
value of the content of a-alumina as the component (B) was as follows. 

45 

a-Al203/(Ru02 + TiOg (rutile crystal ) + a-Al^O^ + TiOg (binder)) X 100 = 47% by weight 

[044S] The calculated value of TiO^ (binder) used to form this catalyst was 4.7% by weight. 

so [0446] Then, the nickel reaction tube was heated in a salt bath of sodium nitrite and potassium nitrate and the hy- 
drogen chloride gas (0.88 Nl/min.) and the oxygen gas (0.53 Nl/min.) were supplied. 3.7 Hours after the beginning of 
the reaction, when the temperature of the salt bath is 260° C, the maximum temperature of the catalyst bed is exhibited 
at the point which is 3 cm from the catalyst bed inlet and the internal temperature (hot spot) became stable at 301 "C. 
The gas at the reaction outlet was sampled by passing it through an aqueous 30 % potassium iodide solution, and 

55 then the amount of chbrine formed and annount of the non-reacted hydrogen chk>ride were respectively determined 
by iodometric titratton and neutralization titration . As a result, the conversion of hydrogen chloride was 50.4%. 
[0447n Furthermore, the bath temperature was raised by 1 1 "C in total over 5 hours and 50 minutes to make it constant 
at 271^0. As a result, the internal temperature became stable at 331 .4** C. Even after 1 0 minutes, the bath temperature 
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was constant at 271 "C and the internal temperature was stable at 331.5'*C. and the (emporature was satisfactorily 
controlled. 

[0448] Furthermore, the bath temperature was raised by S^C in total over 1 hour and 1 5 minutes to make it constant 
at 279«C, As a result, the internal temperature became stable at 351 .9*0. Even after 10 minutes, the bath temperature 
was constant at 279»C and the internal temperature was stable at 351. 9*0. and the temperature was satisfactorily 
controlled. 

Example 19 

[0449] A catalyst was prepared by the following process. Thai is, 0.81 g of commercially available ruthenium chloride 
hydrate (RuCla.nHjO Ru content: 37.3% by weight) was dissolved in 6.4 g of water, followed by sufficient stirring to 
obtain an aqueous ruthenium chloride solution. The resulting aqueous solution was added dropwise to 20 g of a titanium 
oxide carrier powder (P-25, nrvanufactured by Nippon AEROSIL Co., Ltd.), thereby to support ruthenium chloride by 
impregnation. The supported ruthenium chloride on titanium oxide powder was ground . and then sufficiently mixed 
until the whole color became homogeneous yellowish green. 20.2 g of a supported ruthenium chloride on titanium 
oxide was obtained by dying the supported one under air at SO'C for 2 hours. The same operation was repeated twice 
to obtain 40.4 g of the same supported one. 

[0450] Then, 40.4 g of the resulting supported ruthenium chloride on titanium oxide was added to a mixed solution 
of 8.36 g of an aqueous potassium hydroxide solution adjusted to 2 moM, 140 g of pure water and 2.1 4 g of a hydrazine 
monohydrate with stirring under nitrogen at room temperature, followed by stirring at room temperature for 60 minutes. 
Then, the mixed solution was filtered by using a glass filter to obtain a beige cake. 

[0451] 0.5 liter of pure water was added to (he resulting cake and filtration was conducted again by using a glass 
filter. This operation was repeated five times to obtain a brownish white cake. 

[0452] Then, 200 g of an aqueous KCt solution adjusted to 0.25 mol/l was added to the resulting cake and, after 
allowing to stand for 30 minutes, filtration was conducted under reduced pressur. The same operation was repeated 
three times to obtain a brownish white cake. The resulting cake was dried under air at SO'C for 4 hours, and ground 
by using a mortar to obtain 39.4 g of greenish gray powder Then, 8 g of the resulting greenish gray powder and 8 g 
of a -alumina powder (AES-12, manufactured by Sumitomo Chemical Co,, Ltd.) were sufficiently mixed. To the mixed 
one, a mixed solution of 2.1 g of 38wt% TiOg sol (CSB, manufactured by Sakai Chemical Industry Co., Ltd.) and 4.0 
g of pure water was added and mixed sufficiently. Until suitable viscosity is obtained, pure water was added, followed 
by kneading. The amount of pure water added is 0.45 g. The kneaded one was extruded into a form of a noodle of 1 .5 
mm 0 in size . followed by drying at eo-C under under air for 4 hours using a drier. The weight of the dried one was 
5.93 g. Using a muffle furnace, the dried one was heated from room temperature to 350'C under air over 1 hour and 
calcined at the same temperature for 3 hours, Then, 0,5 liter of pure water was added to the calcined one and filtration 
was conducted by using a glass filler. This operation was repeated five times to obtain a bluish gray solid. The resulting 
solid was dried under air at 60" C for 4 hours using a drier to obtain 5.86 g of a catalyst. Then, a bluish gray extruded 
ruthenium oxide catalyst supported on titanium oxide mixed with a-alumina was obtained by cutting the resulting solid 
into pieces of about 5 mm in size. 

[0453] Incidentally, the calculated value of the content of ruthenium oxide as the active component (A) of the catalyst 
was as follows, 

Ru02/(Ru02+ Ti02(catalyst carrier component ) + a- AI2O3 + TiOgCbinder)) X 100 = 1 ,0% by weight 

[0454] a-Al203Showsthatthermalconductivity of solidphase is23 W/m.**C measured at 200* C. The calculated value 
of the content of a-alumina as the component (B) was as follows, 

a-AlgOg (component (B))/(Ru02+ TiOg (catalyst carrier 
component ) + a-Al203 + TiOgibinder)) x ICXi = 47.1% by weight 

[0455] The calculated value of the content of Ti02(binder) used to form this catalyst was 4.8% by weight. 
[0456] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by mixing 2.50 g of the ruthenium oxide catalyst supported on titanium oxide mixed with k -alumina thus obtained with 
5 g of a commercially available spherical (1 mm in size) a-alumina carrier (SSA995, manufactured by Nikkato Co.) 
and then charged in a quartz reaction tube (inner diameter: 1 2 mm) and that the oxygen gas (21 1 mt/min, ) and hydrogen 
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chloride gas (211 ml/fnin.) was passed through the reaction tube, the reaction was conducted. 1.8 Hours after the 
beginning of the reaction, the formation activity of chlorine per unit weight of the catatyst was 3.05 X lO"* mol/min.g- 
catalyst. 

[0467] Then, the controllability of th& rutherituri^ oxide catalyst supported on titanium oxide mixed with a -alumina 
£ was evaluated. 

[0466] That ts, 5 g of the catalyst thus obtained was charged in a quartz reaction tube (outer diameter; 15 mm, inner 
diameter: 12 mm) without being diluted with an a -alumina sphere. The hydrogen chloride gas (192 rnl/mln.) and the 
oxygen gas (192 ml/min.') were supplied. Then, the quartz reaction tube was heated in a electric furnace and the 
internal temperature (hot spot) was adjusted to 300**C. 1.6 Hours after the beginning of the reaction, the conversion 
10 of hydrogen chloride was 21%. Furthermore, the furnace temperature was slowly raised, step by step, by 1*C. 5.7 
Hours after the beginning of the reaction, the internal temperature became stable at 328^0. Furthermore, the fumace 
temperature was raised by 3^C over 32 minutes. As a result, the internal temperature became stable at SSS'C, and 
the temperature was satisfactorily controlled. 

IS Example 20 

[0459] A catalyst was prepared by the following process. That is, 6.02 g of a spherical (1-2 mm in size) 5 wt% metal 
ruthenium catalyst supported on titanium oxide (manufactured by N.E. Chemcat Co., Ltd. titanium oxide is anatase 
crystal ) was impregnated with an aqueous potassium chloride solution adjusted to O.Smol/l until water oozes out on 

20 the surface of the catalyst, and then dried under air at 60^C, for 10 to 60 minutes. This operation was repeated twice. 
The amount of the potassium chloride solution added was 3.04 g at the first time, 2. 89 g at the second time respectively 
The total amount was 5.8 3g. The calculated value of the molar ratio of the amount of potassium chloride added to a 
Ru atom in the catalyst becomes 1:1. This solid was dried under air at 60'C for 4 hours, and heated from room tem- 
perature to SSO^C under air over about 1 hour, and then calcined at the same tempeiBture for 3 hours to obtain a 

2S spherical solid. 0.5 liter of pure water was added to the resulting solid and the solid followed by stirring at room tem- 
perature for 1 minutes. Then, the solid was filtered. This operation was repeated four times until white turbidity does 
not occur when 0.2 mol/l of an aqueous silver nitrate solution is added to the filtrate. 

[0460] Then, the resulting solid was dried in an air at 60° C for 4 hours to obtain 5.89 g of a bluish black 6.6 wt% 

ruthenium oxide catalyst supported on titanium oxide. 
50 [0461] According to the same reaction manner as that described in Example 2 except that 2.5 g of the spherical 6,6 

wt% ruthenium oxide catalyst supported on titanium oxide obtained was charged in a quartz reaction tube and that the 

hydrogen chloride gas (187 ml/mln.) and the oxygen gas (199 ml/min.) were passed through the reaction tube, the 

reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chlorine per unit weight 

of the catalyst was 4.07 x 10^ mol/min.g-catalyst. 
35 [0462] Then, 10 g of the spherical 6.6 wt% ruthenium oxide catatyst supported on titanium oxide was prepared by 

the same process as described above. 

[0463] Then, the mixture catalyst system which comprises the molding of ruthenium oxide catalyst supported on 
titanium oxide and the molding of a-alumina was evaluated whether the catatyst system can attain enough reaction 
conversion by keeping the whole catalyst bed at sufficient temperature for desirable reaction rate in the oxidation of 
*o hydrogen chloride. That is, 9.84 g (10 ml) of the molding of the resulting 6.6 w1% ruthenium oxide catalyst supported 
on titanium oxide was sufficiently mixed with 65.3 g (30 ml) of a-alumina (SSA995, sphere of 2 mm in size, manufactured 
by Nikkato Co., Ltd.) and was charged in a quartz reaction tube (outer diameter: 25 mm outer diameter of sheath 
tube for thermocouple : 4 mm 0). The length of catalyst bed was 11 cm. 

[0464] Incidentally, the cak;utated value of the content of ruthenium oxide as the active component (A) of the catatyst 
*s was as follows. 

Ru02/(Ru02 + Ti02(catalyst carrier component ) + a- AlgOg) x 100 = 0.86% by weight 

so [0465] a-AlaOs shows that thermal conductivity of solid phase is 23 W/m."C measured at 200'C. The calculated 
value of the content of a-alumina as the component (B) of the catalyst system was as follows. 

a-Al203/(Ru02 + Ti02 (catalyst carrier component ) + a -AlgO^) X 100 = 86.9% by weight 

ss 

[0466] Then, the quartz reaction tube was heated in a electric furnace and the hydrogen chlorkfe gas (593 ml/min.) 
and the oxygen gas (300 ml/min.) were supplied. 1 Hour and 15 minutes after the beginning of the supply of hydrogen 
chloride and oxygen, when the temperature of the electric furnace was 306°C, the muxtmum temperature (hot spot) 
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of the catalyst bed was exhibit ed at the point of 4.5 cm from the catalyst bed inlet and the internal temperature became 
stable at 391*C. The temperature distribution of the catalyst bed was as shown in Fig. 8. The gas at the reaction outlet 
was sampled by passing it through an aqueous 30 % potassium iodide solution, and than the amount of chlorine formed 
and amount of the non-reacted hydrogen chloride were respectively determined by iodometnc titration and neutralrza- 
5 tion titration . As a result, the conversion of hydrogen chloride was 74.9% and the formation activity of chlorine per unit 
weight of the catalyst was 14.9 mol chlorine/I-catalyst system. h. 

Example 21 

10 [0467] The controllability of the reaction temperature of the mixture catalyst system which comprises the molding of 
ruthenium oxide catalyst supported on titanium oxide and the molding of a-alumina was evaluated. That is, 80.1 g of 
the resulting 6.6 wt% ruthenium oxide catalyst supported on titanium oxide(anatase crystal) obtained by the same 
production process of example 20 was sufficiently mixed with 88.3 g of a-alumina (SSA995, sphere of 2 mm in size, 
manufactured by Nikkato Co., Ltd.) and was charged in a nickel reaction tube (inner diameter; 18 mmij, outer diameter 
of sheath tube for thermocouple e: 5 mm (f). The length of the catalyst system bed was 54 cm. 
[0468] Incidentally, the calculated value o1 the content of ruthenium oxide as the active component (A) of the catalyst 
was as follows. 

Ru02/(Ru02+ TiOgt catalyst carrier component ) + a- AlgOg) X 1 00 = 3.2% by weight 

[0469] a-Al203 shows that thermal conductivity of solid phase is 23 W/m.'C measured at 200* C. The calculated 
value of the content of a-alumina as the component (B) of the catalyst system was as lollows. 

25 

a-Al203/(Ru02 + TiOg (catalyst carrier component ) + a -AlgOj) x 100 = 52.4% by weight 

[0470] Then, the nickel reaction tube was heated in a salt bath of sodium nitrite and potassium nitrate and the hy- 
drogen chk)ride gas (6.1 l/min.) and the oxygen gas (3.05 l/min ) were supplied. 1.6 Hours after the beginning of the 

30 reaction, when the temperature of the salt bath is 280° C, the maximum temperature of the catalyst bed is exhibited at 
the point which is 10 cm from the catalyst bed inlet and the internal temperature (hot spot) became stable at 291''C. 
Furthermore.' the bath temperature was raised by 21 "C over 43 minutes to make it constant at 301 "C. As a result, the 
internal temperature became stable at 322''C. Furthermore, the bath temperature was raised by 14''C over 1 hour and 
40 minutes to make it constant at SlS^C. As a result, the internal temperature became stable at SSS'C. Even after 15 

35 minutes, the bath temperature was constant at 315''C and the internal temperature was stable at 355''C, and the 
temperature was satisfactorily controlled. 

Example 22 

40 [0471] A catalyst was prepared by the following process. That is, 30.0 g of a titanium oxide powder (No. 1, anatase 
crystal , manufactured by Catalysts & Chemicals Industries Co., Ltd.) was kneaded with 9.0 g o1 a crystalline cellulose 
(nrwnufactured by MERCK Co.), 24.4 g of a titanium oxide sol (CSB, T102 content: 38% by weight, manufactured by 
Sakai Che meal Industry Co.. Ltd.) and 25.4 g of water. The kneaded one was dried at 60" C and the resultant was 
molded into a rod-shaped solid. This rod-shaped solid was dried at 60'C for 4 hours to obtain 48.8 g of a white solid. 

45 The resulting solid was heated to 500'C under air over 3 hours and calcined at the same temperature for 5 hours to 
obtain 37.1 g of a white rod-shaped titanium oxide carrier. Then, the resulting solid was ground to obtain 27.0 g of a 
solid having a particle size of 8.6-16 mesh. 

[0472] Then, 15.0 g of the titanium oxide carrier thus obtained was taken out and impregnated with a solution prepared 
by dissolving 2.05 g of commercially available ruthenium chloride hydrate (RuCl3.nH20, Ru content: 37.3% by weight) 

50 in 9.0 g of pure water, and dried at 60° C for 4 hours, thereby to support ruthenium chloride. 5.6 g of ruthenium chloride 
supported on the titanium oxide was taken out. Then, a solution of 1.11 g of sodium boron hydride (NaBH4), 4.0 g of 
water and 42. 1 g of ethanol was prepared. After the solution was sufficiently cooled in an ice bath, 5.5 g of the ruthenium 
chloride supported on titanium oxide was acidod and ruthenium chtoride was reduced. At this time, bubbling was ob- 
sen/ed in the solution. After the bubbling was terminated, the reduced solid was separated by filtration. After washing 

55 again with 500 ml of pure water for 30 minutes, the solid was separated by filtration. This operation was repeated five 
times. Then, this solid was dried at eO'C for 4 hours to obtain 5.0 g of a bluish black solid. Then, this solid was impreg- 
nated with a solution prepared by dissolving 0.60 g of potassium chloride in 2.9 g of pure water, and dried at 60*C for 
4 hours. The dried one was heated to 350*C in an air over 1 hour and calcined at the same temperature for 3 hours. 
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Then, the calcined solid was washed with 500 ml ot pure water and then separated by filtration. This operation was 
repeated five tinnes. After adding drop wise an aqueous silver nitrate solution to the filtrate, it was confirmed that po- 
tassiurr) chloride is not rennainad. After washing, the solid was dried for 4 hours to obtain 5.1 g ot a bluish black 
rLithanium oxide catalyst supported orf titanium Q3(ide having a particle size of 6.6-16 mesh. The pore radius of the 
5 resulting catalyst was within a range from 0.04 to 0.4 micrometer. The pore distribution curve of this catalyst measured 
by a mercury porosimeter is shown in figure 4. 

[0473] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

RuOg/tRuOg + TOj) X 100 = 6.3% by weight 

[0474] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg) X 100 - 4.8% by weight 

[0475] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride as (187 ml/min.) and the oxygen gas (199 ml/min.) was passed through 
20 the reaction tube and the internal temperature was adjusted to 301 "C, the reaction was conducted. 2.0 Hours after the 
beginning of the reaction, the formatiori activity of chlorine per unit weight of the catalyst was 4.87 X 10-* mol/min.g- 
catalyst. 

Example 23 

25 

[0476] A catalyst was prepared by the following process. That is, 26.5 g of a titanium oxide powder (No. 1 , manu- 
factured by Catalysts & Chemicals Industries Co., Ltd,) was kneaded with 8.0 g ot a fibrous cellulose (filter paper SB. 
manufactured by Toyo Roshi Kaisha Ltd. ) dispersed in water, 20.9 g of a titanium oxide sol (CSB, TiOg content: 38% 
by weight, manufactured by Sakai Chemical Industry Co., Ltd.) and water The kneaded one was dried at 60^C and 
30 the resultant was molded into a rod -shaped solid. This rod-shaped solid was dried at &yc for 4 hours to obtain 41 . 1 
g of a white solid. The resulting solid was heated to 500^C under air over 3 hours and calcined at the same temperature 
for 5 hours to obtain 31 .5 g of a white rod-shaped titanium oxide cattier Then, the resulting solid was ground to obtain 
20.4 g of a solid having a particle size of 8.6-16 mesh. 

[0477] Then, 5.0 g of the titanium oxide carrier thus obtained was taken out and impregnated with a solution prepared 

35 by dissolving 0.73 g of commercially available ruthenium chloride hydrate (RuCls.nHgO, Ru content: 35.5% by weight) 
in 2.8 g of pure water, and dried at 60° C for 2 hours, thereby to support ruthenium chloride. Then, a solution of 0.52 g 
of sodium boron hydride (NaBH4), 2,0 g ot water and 40.0 g of ethanol was prepared. After the solution was sufficiently 
cooled In an ice bath, an already prepared ruthenium chloride supported on titanium oxide was added and ruthenium 
chlorkJe was reduced. At this lime, bubbling was observed in the solution. After the bubbling was terminated, the 

40 supernatant was separated by decantation . 200 ml of water was added to the reduced solid, followed by decantation. 
This operation was repeated five times. After adding 200 ml of water, the pH was 9.4. The pH was then adjusted to 
7. 1 by pouring 4.0 g ol 0.1 N HOI into this solution. The supernatant was removed by decantation. After washing again 
with 500 ml of pure water tor 30 minutes, the solid was separated by fittration. This operation was repeated five times. 
The pH of the filtrate at the fifth time was 7.1. Then, this solid was dried at 60" C for 4 hours to obtain 5.0 g of a bluish 

'*s black solid. Then, this solid was impregnated with a solution prepared by dissolving 0.20 g of potassium chloride in 
2.8 g of pure water and dried at 60* C for 4 hours. The dried one was heated to 350''C under air over 1 hour and 
calcined at the same temperature for 3 hours. Then, the calcined solid was washed with 500 ml of pure water and then 
separated by filtration. This operation was repeated five times. After adding dropwise an aqueous silver nitrate solution 
to the filtrate, it was confirmed that potassium chloride Is not remained, After washing, the solid was dried 60"C for 4 

50 hours to obtain 4.9 g of a bluish black ruthenium oxide catalyst supported on titanium oxide having a particle size of 
8.6-16 mesh. The pore radius of the resulting catalystwas within a range from 0.04 to 5 micrometer The pore distribution 
curve of this catalyst measured by a mercury porosimeter is shown in figure 5. 
[0478] Incidentally, the cak^ulated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + TlOg) X 100 = 6.3% by weight 

10479] The calculated value of the content of ruthenium was as follows. 
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Ru/^RuOg + TiO^) X 100 = 4.8% by weight 

[0480] According to ihe same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
5 oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride as (187 ml/min.) and the oxygen gas (199 ml/min.) was passed through 
the reaction lube, the reaction was conducted. 2 0 Hours alter the beginning of the reaction, the formation activity of 
chlorine per unit weight of the catalyst was 4.62 X lO"* mol/min.g -catalyst. 

10 Example 24 

[0461] A catalyst was prepared by the following process. That is, 40.3 g of a titanium oxide powder (No. 1 , manu- 
factured by Catalysts & Chemicals Industries Co., Ltd.) was kneaded with 12.8 g of a fibrous cellulose (fitter paper 5B, 
manufactured by Toyo Roshi Kaisha Ltd.) dispersed in water. 31 .5 g of a titanium oxide sol (CSB, TiOj content: 38% 

'5 by weight, manufactured by Sakai Chemical Industry Co., Ltd.) and water. The kneaded one was dried at SO'C and 
the resultant was molded into a rod-shaped solid. This rod-shaped solid was dried at GO'C for 4 hours to obtain 64.3 
g of a white solid. The resulting solid was heated to 500'C under air over 3 hours and calcined at the same temperature 
for 5 hours to obtain 48.5 g of a white rod-shaped titanium oxide cattier. Then, the resulting solid was ground to obtain 
28.0 g of a solid having a parlicle size of B.6-16 mesh. 

zo [0482] Then, 5.1 g of the titanium oxide carrier thus obtained was taken out and was impregnated with a 0.5N po- 
tassium hydroxide solution until water oozed out on the surface of the carrier , and then dried at SO'C for 2 hour The 
impregnation amount of the aqueous potassium hydroxide solution was 3.6 g at this time. The resulting carrier was 
impregnated with a solution prepared by dissolving 0.71 g ol commercially available ruthenium chloride hydrate (RuCls. 
nHgO, Ru content: 35.5% by weight) in 3.0 g of ethanol, and immediately dried at SO'C for 2 hours, thereby to support 

£S ruthenium chloride. Then, a solution of 0.55 g of sodium boron hydride (NaBH4), 2.0 g of water and 42.3 g of ethanol 
was prepared. After the solution was sufficiently cooled in an ice bath, an already prepared ruthenium chloride supported 
on titanium oxide was added and ruthenium chloride was reduced. At this time, bubbling was observed in the solution. 
After the bubbling was terminated, the supernatant was removed by decantation. 200 ml of water was added to the 
reduced solid, followed by decantation. This operation was repeated five times. After adding 200 ml of water, the pH 

30 was 9.2. The pH was then adjusted to 6.7 by pouring 3.6 g of 0.1 N HOI into this solution The supernatant was removed 
by decantation. After washing again with 50O ml of pure water for 30 minutes, the solid was separated by filtration. 
This operation was repealed five times. Then, this solid was dried at 60'*C for 4 hours to obtain 5.2 g of a bluish black 
solid. Then, this solid was impregnated with a solution prepared by dissolving 0.63 g of potassium chloride in 3.2 g of 
pure water, and dried at 60° C for 4 hours. The dried one was heated to 350" C under air over 1 hour and calcined at 

3S the same temperature for 3 hours. Then, the calcined solid was washed with 500 ml of pure water and then separated 
by filtration. This operation was repeated five times. After adding dropwise an aqueous silver nitrate solution to the 
filtrate, it was confirmed that potassium chloride is not remained. After washing, the solid was dried 60*C for 4 hours 
to obtain 5.1 g of a bluish black ruthenium oxide catalyst supported on titanium oxide having a particle size of 8.6-16 
mesh. The pore radius of the resulting catalyst was within a range from 0,04 to B micrometer The pore distribution 

40 curve of this catalyst measured by a mercury porosimeter is shown in figure 6. 

[0483] Furthermore, the thickness of the RuO^ layer was measured by using a magnifying glass having graduation . 
As a result, ruthenium oxide was supported at the location which is 0.3 mm from the outer surface. The measured 
particle size of the catalyst was 1.5 mm. With respect to the range S/L wherein ruthenium oxide is supported on the 
surface of the catalyst, L and S were determined as described above. As a result, the calculated value of 5/L was 0.2 

45 [0484] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

RuOgARuOg + TiOg) X 100 = 6.2% by weight 

SO [0485] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TlOg) X 100 = 4.7% by weight 

ss [0486] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride gas (195 ml/min,) and the oxygen gas (198 ml/min.) was passed through 
the reaction tube, the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of 
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chlorine per unit weight of the catalyst was 4,30 X lO*^ mol/min.g-catalyst. 
Example 25 

s [0487] A catalyst was prepared by the following process. That is, 5.1 g of a spherical (1-2 mm 0 in size) titanium 
oxide carrier (CS300S-12, manufactured by Sakai Chemical Industry Co., Ltd.) was impregnated with a 2 mol/l am- 
monium hydrogancartsonate solution until water oozed out on the surface of the carrier , and then dried at 60" C for 2 
hour. The resulting carrier was inr^regnated with a solution prepared by dissolving 0.71 g of commercially available 
ruthenium chloride hydrate (RuCls.nH^, Ru content: 35.5% by weight) in 2.2 g of ethanol , and immediately dried at 

10 60'C for 2 hours, thereby to support ruthenium chloride. Then, a solution of 0.50 g of sodium boron hydride (NaBH4) 
and 60.9 g of ethanot was prepared. After the solution was sufficiently cooled in an ice bath, an already prepared 
ruthenium chloride supported on titanium oxide was added and ruthenium chloride was reduced. At this time, bubbling 
was observed in the solution. After the bubbling was terminated, the supematant was removed by decantation. 200 
ml ot water was added to the reduced solid, followed by decantation. This operation was repeated five times. After 

IS adding 200 ml of water, the pH was 4.5. The added pure water was removed by decantation. After washing again with 
500 ml of pure water for 30 minutes, the solid was separated by filtration. This operation was repeated five times. The 
pH ol the wash at the fifth time was 5.2. Then, this solid was dried at GO^C for 4 hours to obtain S.4 g of a bluish black 
solid. Then, this solid was impregnated with a solution prepared by dissolving 0. 19 g of potassium chloride in 1 .9 g of 
pure water, and dried at 60'*C for 4 hours. The dried one was heated to 350** C under air over 1 hour and calcined at 

so the same temperature for 3 hours. Then, the calcined solid was washed with 500 ml of pure water for 30 minutes and 
then separated by filtration. This operation was repeated five times. After adding dropwise an aqueous silver nitrate 
solution to the flit rate, it was confirmed that potassium chloride is not remained. After washing, the solid was dried 
GO'C for 4 hours to obtain 5.4 g of a black ruthenium oxide catalyst supported on titanium oxide. Furthermore, the 
thickness of the RuOj layer was measured by EPMA. As a result, ruthenium oxide was supported at the location which 

25 is 0. 1 5-0.25 mm from the outer surface. The measured particle size of the catalyst was within a range from 1 .4 to 1 .6 mm. 
[0488] The calculated value of the range S/L wherein ruthenium oxide is supported on the surface of the catalyst 
was within a range from 0,09 to 0.18. 

[0489] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

30 

RuOgARuOg + TiOg) X 100 = 6.1% by weight 

[0490] The calculated value of the content of ruthenium was as follows. 

^ Ru/{Ru02 + TiOg) X 100 = 4.6% by weight 

[0491] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
40 in Example 2 and that the hydrogen chloride as (187 ml/min.) and the oxygen gas (1 99 ml/min.) was passed through 
the reaction tube and the internal temperature was adjusted to 302''C, the reaction was conducted. 2.0 Hours after the 
beginning of the reaction, the fornrtation activity of chlorine per unit weight of the catalyst was 4.47 x 10 rrwl/min.g- 
catalyst. 

45 Example 26 

[0492] A catalyst was prepared by the following process. That is, 5.0 g of a spherical (1-2 mm 0 in size) titanium 
oxide carrier (CS300S-12, nrianufactured by Sakai Chemical Industry Co., Ltd.) was impregnated with a 2 mol/I am- 
monium carbonate solution until water oozed out on the surface of the carrier , and then dried at 60' C for 2 hours. The 

so resulting carrier was impregnated with a solution prepared by dissolving 0.70 g of commercially available ruthenium 
chloride hydrate (RuCls.nHaO, Ru content: 35.5% by weight) in 1.5 g of ethanol , and immediately dried at eo^C for 2 
hours, thereby to support ruthenium chloride. Then, a solution of 0.50 g of sodium boron hydride (NaBH4), 2.1 g of 
water and 41 .1 g of ethanol was prepared. After the solution was sufficiently cooled in an ice bath, an already prepared 
ruthenium chloride supported on titanium oxide was added and ruthenium chloride was reduced. At this time, bubbling 

5S was obsen/ed in the solution. After the bubbling was terminated, the supernatant was renrmved by decantation. 200 
ml of water was added to the reduced solid, followed by decantation. This operation was repeated five times. After 
adding 200 ml of water, the pH was 3.9. The added pure water was removed by decantation. After washing again with 
500 ml of pure water for 30 minutes, the solid was separated by filtration. This operation was repeated five times. The 
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pH o! the wash at thp filth time was 5.6. Then, this solid was dried at 60*0 for 4 hours to obtain 5.3 g of a black solid. 
Then, this solid was impregnated with a solution prepared by dissolving 0.19 g of potassium chloride in 1 ,9 g of pure 
water, and dried at 60*^0 for 4 hours. The dried one was heated to SSCC under air over 1 hour and calcined at the 
same temperature for 3 hours. Then, the calcined solid was^vashed with 500 ml of pure water and then separated by 

s filtration. This operation was repeated five times. After adding dropwise an aqueous silver nitrate solution to the filtrate, 
it was confirmed that potassium chloride is not remained. Alter washing, the solid was dried 60^C tor 4 hours to obtain 
5.2 g of a black ruthenium oxide catalyst supported on titanium oxide. Furthermore, the thickness of the RuO^ tayer 
was measured by EPMA. As a result, ruthenium oxide was supported at the location which is 0.19-0.30 mm from the 
outer surface. The measured particle size of the catalyst was within a range from 1 .5 to 1 .6 mm. 

10 [0493] The calculated value of the range SA. wherein ruthenium oxide is supported on the surface of the catalyst 
was within a range from 0.1 3 to 0.19. 

[04d4] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

Ru02/{Ru02 + TiOo) X 100 = 6.2% by weight 

[049S] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 H TiOg) X 100 = 4.7% by weight 

[0496] According to the same react icwi manner as that described in Example 2 except that 2.5 g of the ruthenium 
oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride as (1B7 ml/min.) and the oxygen gas (199 ml/min.) was passed through 
2S the reaction tube, the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity ot 
chlorine per unit weight of the catalyst was 4.34 x 10"^ mol/min.g-catalyst. 

Example 27 

30 [0497] A catalyst was prepared by the following process. That is, 5.0 g of a spherical (1 -2 mm ^ in size) titanium 
oxide carrier (083008-12, manufactured by Sakai Chemical Industry Co.. Ltd.) was impregnated with a 2. ON potassium 
hydroxide solution until water oozed out on the surface of the carrier , and then dried at 60''C for 2 hours. The resutting 
carrier was impregnated with a solution prepared by dissolving 0.71 g of commercially available ruthenium chloride 
hydrate (RuClg.nHgO, Ru content: 35.5% by weight) in 3.0 g of ethanol , and immediately dried at 60*C for 2 hours, 

35 thereby to support ruthenium chloride. Then, a solution of 0.57 g of sodium boron hydride (NaBH4), 2.0 g of water and 
42.5 g of ethanol was prepared. After the solution was sufficiently cooled in an ice bath, an already prepared ruthenium 
chloride supported on titanium oxide was added and ruthenium chloride was reduced At this time, bubbling was ob- 
served in the solution. After the bubbling was terminated, the supernatant was removed by decantation. 200 ml of 
water was added to the reduced solid, followed by decantatnn. This operation was repeated five times. After washing 

40 again with 500 ml of pure water for 30 minutes, the solid was separated by filtration. This operatk)n was repeated five 
times. Then, this solid was dried at 60'C for 4 hours to obtain 5.1 g of a black solid. Then, this sold was impregnated 
with a solution prepared by dissolving 0.19 g of potassium chloride in 1 .8 g ot pure water, and dried at 60^ C for 4 hours. 
The dried one wfas heated to SBO'C under air over 1 hour and calcined at the same temperature for 3 hours. Then, 
the calcined solid was washed with 500 ml of pure water for 30 minutes and then separated by filtration. This operation 

45 was repeated five times. After adding dropwise an aqueous silver nitrate solution to the fillrate, it was confirmed that 
potassium chloride is not remained. After washing, the solid was dried eO'C for 4 hours to obtain 5.1 g of a black 
ruthenium oxide catalyst supported on titanium oxide Furthermore, the thickness of the Ru02 layer was measured by 
EPMA. As a result, ruthenium oxkle was supported at the location which is 0.11-0.18 mm from the outer surface. The 
measured particle size of the catalyst was within a range from 1.5 to 1 .7 mm. 

so [0498] The calculated value of the range S/L wherein ruthenium oxide is supported on the surface of the catalyst 
was within a range from 0.06 to 0.11 . 

[0499] Incidentally, the cak:ulated value of the content of ruthenium oxide was as follows. 

Ru02/(Ru02 + TiOg) X 100 - 6.2% by weight 
[0500] The calculated value of the content of ruthenium was as follows. 
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Ru/(Ru02 + TiOg) X 100 = 4.7% by weight 

[0501] According to the same reactidn manner>as that cfsscribed in Example 2 except that 2.5 g of the ruthenium 
5 oxide catalyst supported on titanium oxide thus obtained was charged in a reaction tube in the same manner as that 
in Example 2 and that the hydrogen chloride as (167 mlAnin.) and the oxygen gas (199 ml/mi n.) was passed through 
the reaction tube, the reaction was conducted. 2.0 Hours alter the beginning of the reaction, the formation activity of 
chlorine per unit weight of the catalyst was 4.29 x ^0r^ mol/min.g -catalyst. 

10 Example 28 

[0502] A catalyst was prepared by the following process. That is, 1 22 g of chromium nitrate enneahydrate was dis- 
solved in 600 ml of pure water and the solution was heated to 42 "C. Then, 130 g of 25 wt % ammonia water was 
added dropwise over 2 hours with stirring, followed by stirring at the same temperature for additional 30 minutes. The 

'5 formed precipitate was separate by filtration under reduced pressure. 1 liter of water was added to the fomned precip- 
itate, followed by stinring and further filtration under reduced pressure. After the precipitate was washed by repeating 
this operation five times, and then dried at 60* C to obtain a bluish green solid. The resulting bluish green solid was 
ground, and heated under air from room temperature to 375'C over 1 hour, and then calcined at the same temperature 
for 3 hours to obtain 23.5 g of a black chromium oxide powder 

so [0503] Then, 0.B9 g of commercially available ruthenium chloride hydrate (RuCl3.nH20, Bu content: 35.5% by weight) 
was dissolved in 2. 1 6 g of pure water to obtain an aqueous ruthenium chloride solution. 1 .64 g of the resulting aqueous 
solution was added dropwise until the pores of the 6.0 g of chromium oxide are nearly impregnated with the aqueous 
solution, followed by drying at eO'C. Then, 1 .40 g of the remaining aqueous ruthenium chloride solution was added 
dropwise to the chromium oxide carrier, thereby to support the total amount of ruthenium chloride by impregnation to 

2S obtain a black powder. The resulting black powder was dried in an air at eO'C, heated under air from room temperature 
to SSO^C over 1 hour, and then calcined at the same temperature for 3 hours to obtain 6.3 g of a black F>owder. The 
resulting powder was molded to adjust the particle size to 12-18. 5 mesh, thereby to obtain a calcined catalyst of ru- 
thenium chloride supported on chromium oxide. 

[0504] Incidentally, the cak:ulated value of the content of ruthenium oxide was as follows. 

30 

RuOg/tRuOg + TiOg) X 100 = 6.5% by weight 
[0505] The calculated value of the content of ruthenium was as follows. 

35 

Ru/(Ru02 + TiOj) X 100 = 4.9% by weight 

[0506] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
40 by sufficiently mixing 2.5 g of the calcined ruthenium chloride supported on chromium oxide thus obtained with 5 g of 
a titanium oxide carrier adjusted to 12-1 8. S mesh and then charged in a quartz reaction tube (inner diameter 12 mm) 
and that the hydrogen chloride gas (200 ml/min.) and the oxygen gas (200 mt/min.) were passed through the reaction 
tube and the internal temperature was adjusted to 301 "C, the reaction was conducted: 2.2 Hours after the beginning 
of the reaction, the formation activity of chlorine per unit weight of the catalyst was 6. 1 x IQ-* mol/min.g-catalyst. The 
4S fornriation activity of chlorine per unit weight of Ru was 124 x 10*^ mol/min.g-catalyst. 

Example 29 

[0507] A catalyst was prepared by the following process. That is, 1 .1 0 g of commercially available ruthenium chloride 
50 hydrate (RuCla.nHgO, Ru content: 35.5% by weight) was dissolved in 1000 ml of an aqueous 0.1 mol/l hydrochloric 
acid solution, and the solution was allowed to stand for 30 minutes. Then, 7.5 g of the chromium oxide powder obtained 
in Example 30 was suspended in this solution and the pH was adjusted to 4.5 by adding an aqueous 0. 1 mol/l potassium 
hydroxide solution with stirring, thereby precipitation -supporting ruthenium on chromium oxide . Then, this suspension 
was heated to eO'C with adjusting the pH to 4.5, and then stirred for 5 hours. After the completion of stirring, the 
55 suspension was air-cooled to not more than 40° C, filtered under reduced pressure, and then dried at eo'C to obtain 
a solid. The solkJ was ground, healed under air from room temperature to 1 70* C over 1 hour, and then calcined at the 
same temperature for 8 hours. The calcined one was heated under air from room temperature to STS^C over 1 hour, 
and then calcined at the same temperature for 8 hours. 7.6 g of the resulting black powder was washed with 0.5 liter 
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of pure water ten times over 1 day, and then dried under air at SCC over 8 hours to obtain 7.1 g of a black powder 
The resulting powder was molded to adjust the particle size to 1 2-1 8.5 mesh, thereby to obtain a catalyst of ruthenium 
oxide supported on chromium oxide. 

[0508] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

s 

RuOgARuOg + Cr203 ) X 100 = 6.4% by weight 
[0509] The calculated value of the content of ruthenium was as follows. 

10 

Ru/fRuOg + Cr203 ) x 100 = 4,9% by weight 

[0510] According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
15 by sufficiently mixing 2.5 g of the ruthenium oxide supported on chromium oxide thus obtained with 5 g of a titanium 
oxide carrier adjusted to 12-18.5 mesh and then charged in a quartz reaction tube (inner diameter: 12 mm) and that 
the hydrogen chloride gas (187 ml/min.) and the oxygen gas (1 94 ml/min.) were passed through the reaction tube, the 
reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation activity of chlorine per unit weight 
of the catalyst was 4,75 x 10*^ mol/min.g-catalyst. The formation activity of chlorine per unit weight of Ru was 97.6 X 
so ^0'^ mol/mln g-catalyst. 

Comparative Example l 

[05 1 1 ] A catalyst was prepa red by th e followin g p roces s. That i s , 0 . 70 g of a com mercia Ity a vai lab le ruthen iu m ch lorrde 
2S hydrate (RuCl3.3H20, Ru content: 35.5%) was dissolved in 4.0 g of water After the aqueous solution was sufficiently 
stirred, 5.0 g of silica (Cariact G-10, manufactured by Fuji Silysia Chemical Co., Ltd.) obtained by adjusting a particle 
size to 12 to 18.5 mesh and drying under air at 500° C for 1 hour, was impregnated with the solution of ruthenium 
chloride dropwJse, thereby to support ruthenium chloride by impregnation. The supported one was healed from room 
temperature to lOCC under a nitrogen flow (100 ml/min ) over 30 minutes, dried at the same temperature for 2 hours, 
30 and then air-cooled to room temperature to obtain a black solid. The resulting solid was heated from room temperature 
to 250'*C over 1 hour and 30 minutes under an air flow of 100 ml/min., dried at the same temperature for 3 hours and 
then air-cooled to room temperature to obtain 5.37 g of black ruthenium chkiride catalyst supported on silica Inciden- 
tally, the calculated value of the content of ruthenium was as follows. 

- Ru/(RuGl3.3H20 + SiOg) x 100 =^ 4.5% by weight 

[0512] According to the same manner as that described in Example 2 except that 2.5 g of the ruthenium chloride 
catalyst supported on silica thus obtained was charged in a reaction tube without being diluted with a titanium oxide 
40 carrier in the same manner as that in Example 2 and that the hydrogen chloride gas (202 ml/min.) and the oxygen gas 
(21 3 ml/min.) were passed through the reaction tube and the internal temperature was adjusted to 300"C, the reaction 
was conducted. 1.7 Hours after the beginning of the reaction, the formation activity of chlorine per unit weight of the 
catalyst was 0.49 X 10"'* mol/min.g-catalyst. 

45 Comparative Example 2 

[0513] A catalyst was prepared by the following process. That is, 8.0 g of a powder obtained by grinding a spherical 
titanium oxide (CS-300, manufactured by Sakai Chemical Industry Co., Ltd ) in a mortar was sufficiently mixed with 
0,53 g of a ruthenium dioxide powder (manufactured by NE Chemcat Co., Ltd.) with grinding in a mortar, and then 
so molded to adjust the particle size to 1 2-1 8.5 mesh, thereby to obtain a ruthenium oxide-titanium oxrde mixed catalyst. 
Incidentally, the calculated value of the content of ruthenium oxide was 6,2% by weight. The calculated value of the 
content of ruthenium was 4.7% by weight. 

[0514] According to the same manner as that described in Example 2 except that 2.5 g of the ruthenium oxide- 
titanium oxide mixed catalyst thus obtained was charged in the reaction tube in the same manner as that in Example 
55 2 and that the hydrogen chloride gas (1 99 ml/min.) and the oxygen gas (1 94 ml/min.) were passed through the reaction 
tube and the internal temperature was adjusted to 299'*C, the reactkin was conducted. 2.3 Hours after the beginning 
of the reaction, the formation activity of chlonne per unit weight of the catalyst was 0.83 x 10*^ mol/min.g-catatyst. 
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Comparative Example 3 

[0615] A catalyst was prepared by the foltowtng process. That is, 41 .7 g of commercially available tetraethyt ortho- 
silicate was dissolved in 1B6 ml of ethstnol and 5&*8 g of titanium tetraisopropoxide was poured into the solution. After 

5 stirring at room temperature for 30 minutes, an aqueous solution which is obtained by sufficiently mixing an aqueous 
0.01 mol/l acetic acid solution, prepared by dissolving 0. 1 4 g of acetic acid in 233 ml of pure water, with 93 ml of ethanol 
was added dropwise. As the solution added dropwtse, a white precipitate was produced. After the completion of the 
dropwise addition, the solution was stirred at room temperature for 1 hour, heated with stirring and then refluxed on 
an oil bath at 102*C for 1 hour. The temperature of the solution at this time was SO^C. This soluttonwas air-cooled, 

10 filtered with a glass filer, washed with 500 ml of pure water and then filtered again. After this operation was repeated 
twice, the resultant was dried under air at 60°C for 4 hour, heated from room temperature to SSO'C tor 1 .5 hour and 
then calcined at the same temperature for 3 hours to obtain 27.4 g of a white solid. The resulting solid was ground to 
obtain a titania silica powder. 

[0616] The resulting titania silica powder (8.0 g) was impregnated with a solution prepared by dissolving 1 .13 g of a 
IS commercially available ruthenium chloride hydrate (RuCfs.nHgO, Ru content: 35.5%) in 8.2 g of water, followed by 
drying in air at 60*C for 1 hour to support ruthenium chloride. The supported one was heated from room temperature 
to 300*^0 under a mixed flow of hydrogen (50 ml/mln.) and nitrogen (100 mt/min.) over 1 .5 hour, reduced at the same 
temperature for 1 hour and then air-cooled to room temperature to obtain 8.4 g of a grayish brown metal ruthenium 
supported on titania silica powder 
20 [0517] The resulting metal ruthenium supported (x\ titania silica powder (8.4 g) was heated from room temperature 
to 600*^0 under air flow over 3 hours and 20 minutes and then calcined at the same temperature for 3 hours to obtain 
8.5 g of a gray powder. The resulting powder was molded to adjust the particle size to 12 to 18.5 mesh, thereby to 
obtain a ruthenium oxide catalyst supported on titania silica. 

[0518] Incidentally, the calculated value of the content of ruthenium oxide was as follows. 

2S 

Ru02/(Ru02+ TiOg + SiOg) x 100 := 6.2% by weight 



30 



40 



[0519] The calculated value of the content of ruthenium was as follows. 

Ru/(Ru02 + TiOg + Si02) X 100 = 4.7% by weight 



[0620] According to the same reaction manner as that described in Example 2 except that the ruthenium oxide 
35 catalyst supported on titania silica (2.5 g) thus obtained was charged in a reaction tube without diluting with the titanium 
oxide carrier in the same manner as that described in Example 2 and that the hydrogen chloride gas (180 ml/lnln.) and 
the oxygen gas (180 ml/min.) were passed through the reaction tube, the reaction was conducted. 1 .8 Hours after the 
beginning ot the reaction, the formation activity of chlorine per unit weight of the catalyst was 0.46 X 10"^ mot/min.g- 
catalyst. 



Comparative Example 4 



[0621] A catalyst was prepared by the following process. That is. 50.3 g of chromium nitrate enneahydrate was 
dissolved in 600 ml of water and the solution was heated to 45 *C. Then. 64.9 g of 25 wt % ammonia water was added 

4S dropwise over l .5 hours with stirring, followed by stirring at the same temperature lor additional 30 minutes. 3.3 liter 
of water was added to the formed precipitate and. after allowing to stand overnight to cause sedimentation, the super- 
natant was removed by decantation. Then, 2.7 liter of water was added, followed by stirring sufficiently for 30 minutes. 
The precipitate was washed by repeating this operation five times. After the precipitate was washed, the supernatant 
was removed by decantation. Then, 49 g ot 20 wt % silica sol was added and, after stirring, the mixture was evaporated 

so to dryness at 60 "C using a rotary evaporator. The resultant was dried at 60 "C for 8 hours and then dried at 1 20 "C 
tor 6 hours to obtain a green solid. Then, this solid was calcined in air at 600°C for 3 hours and then molded to obtain 
a Cr203-Si02 catalyst of 12.5 to 18 mesh. 

[0522] According to the same reaction manner as that described in Example 2 except that 2.5 g of the Cr^O^-SiO^ 
catalyst thus obtained was charged in the reaction tuba without being diluted with a titanium oxide carrier in the same 
ss manner as that described in Example 2 and that the oxygen gas (200 ml/min.) was passed through the reaction tube 
and the internal temperature was adjusted to 301 "C, the reaction was conducted. 3.7 Hours after the beginning of the 
reaction, the formation activity of chlorine per unit weight of the catalyst was 0.19 X 10^ mol/m in. g -catalyst. 
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Comparative Example 5 

[0523] A catalyst was prepared by the following process. That is, 10.1 g of a spherical (1 -2 mm in size) titanium oxide 
carrier (CS-300S-12, manufactured by Sakai Ch'eniical Industry Co.. Ltd.) was impregnated with a solution prepared 

5 previously by dissolving 1.34 g of commercially available ruthenium chloride (RuCtj.nHgO, Ru content: 37.3% by 
weigh!) in 3.7 g of pure water, and then dried at 60°C for 4 hours. As a result, a blackish brown solid was obtained. To 
reduce this solid with hydrogen, the solid was heated from room temperature to 250°C under a mixed gas flow of 
hydrogen (20 ml/min.) and nitrogen (200 ml/min.) over 2 hours, and then reduced at the same temperature tor 8 hours. 
After the reduction, 10.3 g of a black solid was obtained. Then, the resulting solid was heated to 350*C under air over 

10 1 hour, and then calcined at the same temperature tor 3 hours. As a result, 10.6 g of a black ruthenium oxide catalyst 
supported on titanium oxide was obtained. Incidentally, the calculated value of the content of ruthenium oxide was as 
follows. 

RuOg/tRuOg + TiOg) X 1 00 = 6. 1 % by weight 

[0524] The calculated value of the content of ruthenium was as toliows. 

^ Ru/(Ru02 + TiOg) X 100 = 4.7% by weight 

[0525] X-ray diffraction analysis of the titanium oxide used was conducted under the same conditions as those of 
Example 1 . As a result, the content ot the rutile crystal was 0%. 

[0526] According to the same reaction manner as that described in Example 2 except that 2.5 g of the ruthenium 
ss oxide catalyst supported on titanium oxide thus obtained was charged in the reaction tube in the same manner as that 
described in Example 2 and that the hydrogen chloride (187 ml/min.) and the oxygen gas (1 99 ml/min.) were passed 
through the reaction tube, the reaction was conducted. 2.0 Hours after the beginning of the reaction, the formation 
activity of chlorine per unit weight of the catalyst was 2.89 x lO"" mol/min.g-catalyst. 

30 Comparative Example 6 

[0527] A catalyst was prepared by the following process. That is, 10.0 g of a spherical (1-2 mm in size) 5 wt% 
supported metal ruthenium-titanium oxide catalyst (manufactured by N.E. Chemcat Co., Ltd.) was impregnated with 
an aqueous 0,5 mol/l of potassium chloride solution until water oozed out on the surface of the catalyst, and then dried 

35 at 60*C for 1 hour. This operation was repeated twice. The impregnation anrwunt of the aqueous potassium chloride 
solution was 3.31 g at the first time, and 3.24 g at the second time. The total amount was 6.55 g. Tlie calculated value 
of the molar ratio of potassium chtorkJe to ruthenium was 0,66. Then, the resulting solid was dried. The dried one was 
heated to 350"C under air over 1 hour, and then calcined at the same temperature for 3 hours. Then, the resulting 
solid was washed with 500 ml of pure water for 30 minutes and filtered off. This operation was repeated five times.' An 

■rfo aqueous silver nitrate solution was added dropwise to the filtrate and it was confirmed that potassium chloride is not 
remained. After washing, the solid was dried at 60° C tor 4 hours to obtain 9.9 g of a spherical black ruthenium oxide 
catalyst supported on titanium oxide. Incidentally, the calculated value of the content of ruthenium oxide was as foltows. 

flu02/(Ru02 + TO2) X 100 = 6.6% by weight 

[0526] The calculated value of the content of ruthenium was as follows, 

Ru/(Ru02 + TiOj) x 100 ^ 5.0% by weight 

[0529] /According to the same reaction manner as that described in Example 2 except that the catalyst was diluted 
by sufficiently mixing 2.5 g of the ruthenium oxide catalyst supported on titanium oxide thus obtained with titanium 
oxide carrier and then charged in a quartz reaction tube (inner diameter: 12 mm) and that the hydrogen chloride (187 
55 ml/min.) and the oxygen gas (199 ml/min.) were passed through the reaction tube, the reaction was conducted. 2.0 
Hours after the beginning of the reaction, the lomnation activity of chlorine per unit weight of the catalyst was 4.03 X 
10"^ mol/min.g-catalyst. 
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Comparative Example 7 

[0530] 40.1 g of a 6.6 wt% ruthenium oxide catalyst supported on titanium oxide (anatase crystal) otstained in the 
same manner as that described in Exar^ple 20 was charged tn the same reaction tube as that in Example 16, ano then 
s heated in the same satt bath. The length of the catalyst bed was 9.2 cm. 

[0531] Incidentally, the calculated value of the content of ruthenium oxide as the active component (A) of the catalyst 
was 6.6% by weight. 

[0532] According to the method for evaluation of the controllability of the reaction temperature of Example 1 8, the 
reaction was conducted. The hydrogen chloride gas (0.6B l/min.) and the oxygen gas (0.53 l/min.) were supplied. 5.5 

10 Hours after the beginning of the reaction, the bath temperature became constant at 276''C and the internal temperature 
(hot spot) became stable at 301 .5"C. The conversion of hydrogen chloride at this time was 37%, Even after 50 minutes, 
the bath temperature was constant at 277" C and the internal temperature was stable at 302. 3° C. Then, the bath 
temperature was raised by 4'C in total over 55 minutes to make it constant at 281 **C. As a result, the internal temper- 
ature raised to MB'C and it became difficult to control the reaction temperature. At the time when the internal temper- 

IS ature raised to 348''C, supply of the reaction gas was stopped and the reaction operation ended. 

Comparative Example 6 

[0533] According to the same manner as that described in Example 20 except tor using 65.3 g (51 ml) of a high purity 
20 quartz ball (quartz glass (thermal conductivity of a solid phase at 227 "C is 1.6 W/m.'C) sphere of 2 mm in size, 
manufactured by NIkkato Co.) wherein purity of Si02 is not less than 99.99% in place of a-alumina. a cataly&t system 
was obtained. The length o1 the catalyst bed in the same reaction tube as that in Example 20 was 16.5 cm. 
[0534] Incidentally, the calculated value of the content of ruthenium oxide as the active component (A) of the catalyst 
was as follows. 

ss 

RuO2/(Ru02+ Ti02(catalyst carrier component ) + Si02) x 1 00 = 0.86% by weight 



[0535] Quartz glass used is not a component (B) because thermal conductivity of a solid phase at 227 "^C is 1 .6 W/ 
^0 m.*C 

[0536] According to the same manner as that described in Example 22 except that the temperature of the electric 
furnace was controlled so that the maximum temperature (hot spot) of the catalyst bed becomes the same temperature 
as that in Example 22. the reaction was conducted. 

[0537] 1 Hour and 15 minutes after the beginning of the supply of hydrogen chksride and oxygen, the temperature 
of the electric furnace became constant at 297" C and the maximum temperature (hot spot) of the catalyst bed became 
stable at 3dO"C at the point which is 4 cm from the catalyst bad inlet and. furthermore, the temperature distribution of 
the catalyst bed was as shown in Fig. 9. According to the same manner as that described in Example 20, the formation 
amount of ch brine and the amount of the non -reacted hydrogen chloride were measured. As a result, the conversnn 
of hydrogen chloride was 62.3% and the formation efficiency of chlorine was 8.1 mol chlorine/l<atalyst system. h. 
"'^ (Results are summarized in the Table.) 



Table. 





Temperature of catalyst 
bed("C) (hot spot) 


Conversion of hydrogen 
chloridei)(%) 


Formation efficiency of . 
chlorine^) (mol chtorine/ 
catalyst system. h) 


Example 20 


391 


74.9 


14.9 


comparative Example 8 


390 


62.3 


8.1 



1 ) : Conversion of hydrogen chbride = ((mol form«d chlorine per unit lime X 2)/(mol supplied chlorine per unit time ))X 100 

2) :Formation efficiency of chlorine = (nwl formed ch brine per unit tiniey(volume of charged catalyst system) 



Comparative Example 9 

[053S] 121 g of a 6.6 wt% ruthenium oxide catalyst supported on titanium oxide obtained in the same manner as 
that described in Example 20 was charged in the same reaction tube as that in Example 21. and then heated in the 
same satt bath. The length of the catalyst bed was 54 cm. Incidentally, the calculated value of the content of ruthenium 
oxide as the active component (A) of the catalyst was 6.6% by weight. According to the same method for evaluation of 
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the controllability of the reaction temperature of Example 21, the reaction was conducted. The hydrogen chloride gas 
(6.1 l/min,) and the oxygen gas (3.05 l/min.) were supplied. 

e.4Hours after the beginning of the reaction, the bath temperature became constant at 295.5'C and the internal tem- 
perature (hot spot) became stable at 33d°C. Then, the bath ttemperatura was raised by 5.5*C in total over 23 minutes 
to make it constant at 301 °C. As a result, the internal temperature raised to 350*C and it became difficult to control 
the reaction temperature. At the time when the internal temperature raised to 350" C. supply of the reaction gas was 
stopped and the reaction operation ended . 



Claims 

1. A process tor producing chlorine by oxidizing hydrogen chloride with oxygen, wherein said process uses one 
catalyst selected from the following catalysts (1 ) to (9): 

(1) a supported ruthenium oxide catalyst obtained by the steps which comprise supporting a ruthenium com- 
pound on a earner, treating the supported one by using a basic compound, treating by using a reducing com- 
pound, and oxidizing: 

(2) a supported ruthenium oxide catalyst obtained by the steps which comprise supporting a ruthenium com- 
pound on a carrier treating the supported one by using a reducing agent to form ruthenium having an oxidation 
number of 1 to less than 4 valence, and oxidizing; 

(3) a supported ruthenium oxide catalyst obtained by the steps which comprise supporting a ruthenium com- 
pound on a earner, reducing the supported one by using a reducing hydrogenated compound, and oxidizing; 

(4) a supported ruthenium oxide catalyst obtained by using titanium oxide containing rutile titanium oxide as 
a carrier; 

(5) a supported ruthenium oxide catalyst obtained by the steps which comprise supporting a ruthenium com- 
pound on a carrier, treating the supported one by using a reducing compound or reducing agent in a liquid 
phase, and oxidizing, wherein titanium oxide contains an OH group in an amount of 0.1 X IQ-* to 30 x 10^^ 
(nr>ol/g-carrier) per unit weight of the carrier; 

(6) a catalyst system containing the following components (A), and not less than 10% by weight of component 

(B): 

(A) an active component of catalyst: 

(B) a compound wherein thermal conductivity of a solid phase measured by at least one point within a 
range from 200 to 500*0 is not less than 4 WVm »C; 

(7) a supported ruthenium oxide catalyst having a macro pore with a pore radius of 0.03 to B micrometer; 

(8) an outer surface-supported catalyst obtained by supporting ruthenium oxide on a carrier at the outer sur- 
face: and 

(9) a supported ruthenium catalyst obtained by using chromium oxide as a carrier. 

2. The process according to claim 1 (1), wherein the reducing compound is a compound selected from the group 
consisting of hydrazine, methanol, ethanol, formaldehyde, h yd roxyl amine, formic acid and compounds having a 
oxidation -reduction potential of -0.8 to 0,5 V. 

3. The process according to claim 1 , wherein the catalyst (2) is a supported ruthenium oxide catalyst obtained by the 
steps which comprise supporting at least one ruthenium compound selected from the group consisting of ruthenium 
halide. chlororuthenate salt, oxyruthenate salt, ruthentumoxy chloride, ruthenium-ammine complex, chloride of 
ruthenium-ammine complex, ruthenium acetylacetonato complex, ruthenium organtc acid salt and ruthenium-ni- 
trosyl complex on a carrier, treating the supported one by using a reducing agent to form ruthenium having an 
oxidation number of 1 to less than 4 valence, and oxidizing 

4. The process according to claim 1 , wherein the catalyst (2) is a supported ruthenium oxide catalyst obtained by the 
steps which comprise supporting at least one ruthenium compound selected from the group consisting of ruthenium 
halide, chlororuthenate salt, oxyruthenate salt, rutheniumoxy chloride, ruthenium-ammine complex, chloride of 
ruthenium-ammine complex, ruthenium acetylacetonato complex, ruthenium organic acid salt and ruthentum-ni- 
trosyt complex on a carrier, treating the supported one by using a basic compound, treating by using a reducing 
agent, and oxidizing. 
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6. The process according to claim 1 (2), wherein the reducing agent Is a reducing compound. 

6. The process according to claim 1 , wherein the catalyst (4) is a supported ruthenium oxide catalyst obtained by the 
steps which comprise supporting d ruthenium compound on a carrier, treating the supported one by using a re- 
ducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 
group in an arrwunt of 0.1 x 1CH to 30 x 10"* (mol/g-carrier) per unit weight o! a carrier is used as the carrier 

7. The process according to claim 1 , wherein the catalyst (4) is a supported ruthenium oxide catalyst obtained by the 
steps which comprise supporting a ruthenium compound on a carrier, treating the supported one by using a re- 
ducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 
group in an amount of 0.2 X 10*^ to 20 X IQ-^ (mol/g-carrier) per unit weight of a carrier is used as the carrier 

8. The process according to claim 1 , wherein the catalyst (4) is a supported ruthenium oxide catalyst obtained by the 
steps which comprise supporting a ruthenium compound on a carrier, treating the supported one by using a re- 
ducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 
group in an amount of 3 X 10-^ to 15 x 10"^ (mol/g-carrier) per unit weight of a carrier is used as the carrier. 

9. The process according to claim 1 , wherein the catalyst (1 ), (2). (3). (4) or (5) is a supported ruthenium oxide catalyst 
obtained by using titanium oxide containing not less than 10% by weight ol rutilo titanium oxide as a carrier . 

10. The process according to claim 1 . wherein the catalyst (1 ). (2), (3), (4) or (5) is a supported ruthenium oxide catalyst 
obtained by using titanium oxide containing not less than 30% by weight of rutile titanium oxide as a carrier 

11. The process according to claim 1 , wherein the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained 
by supporting a ruthenium compound on a carrier, reducing the supported one by using a reducing hydrogenated 
compound, and oxidizing. 

12. The process according to claim 1 , wherein the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained 
by supporting a ruthenium compound on a carrier, treating the supported one by using a reducing compound, and 
oxidizing. 

13. The process according to claim 1 , wherein the catalyst (4) or (5) is a supported ruthenium oxide catalyst obtained 
by supporting a ruthenium compound on a carrier, treating the supported one by using an alkali solution of a 
reducing compound, and oxidizing. 

14. The process according to claim 1 , wherein the catalyst system (6) is a catalyst system at least containing a com- 
ponent (A), a component (B) and a catalyst carrier component. 

15. The process according to claim 1, wherein the catalyst systerri (6) is a catalyst system containing both of a molding 
containing the component (A) and the component (B) obtained by integrally molding and a molding containing the 
component (B) obtained by integrally molding. 

16. The process according to claim 1, wherein the catalyst (7) Is an outer surface-supported catalyst obtained by 
supporting ruthenium oxide on a carrier at the outer surface. 

17. The process according to claim 1, wherein the catalyst (8) is an outer surface-supported catalyst prepared by an 
alkali preliminary impregnation process. 

18. The process according to claim 1, wherein the catalyst (9) is a ruthenium oxide catalyst supported on chromium 
oxide. 

19. The process according to claim 1 , wherein the catalyst (9) is a catalyst obtained by calcining a ruthenium chloride 
catalyst supported on chromium oxkle. 

20. A process for producing a supported ruthenium oxide catalyst selected from the following processes (1) to (5): 

(1 ) a process for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a carrier, treating the supported one by using a basic compound, treating by using a 
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reducing compound, and oxidizing; 

(2) a process for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a carrier, treating m© suppprted one by using a reducing compound to form ruthenium 
having an oxidation number of 1 to less than 4 val&nco, and oxidizing; 

(3) a process for producing a supported ruthenium oxide catalyst, which comprises the steps of supporting a 
ruthenium compound on a titanium oxide carrier containing rutile titanium oxide, treating the supported one 
by using a reducing agent, and oxidizing; 

(4) a process for producing a supported ruthenium oxide catatyst, which comprises the steps of supporting a 
ruthenium compound on a titanium oxide carrier containing an OH group in an amount of 0. 1 x 1 0"^ to 30 X 
10-^ (mol/g-carrier) per unit weight of a carrier, treating the supported one by using a reducing agent, and 
oxidizing; and 

(5) a process for producing a supported ruthenium oxide catalyst containing ruthenium oxide only at an outer 
surface layer, not less than 60% of the outer surface of said catalyst satisfying the following expression (1): 

S/L<0.36 

wherein L is a distance between a point (A) and a point (B), said point (B) being a point formed on the surface 
of a catalyst when a perpendicular line dropped from any point (A) on the surface of the catalyst to the inside 
of the catalyst goes out fronn the catalyst at the opposite side of the point (A), and S is a distance between the 
point (A) and a point (C), said point (C) being a point on the perpendicular line where ruthenium oxide does 
not exist, wherein said process comprises supporting an alkali on a carrier, supporting at least one ruthenium 
compound selected from the group consisting of ruthenium halide, rutheniumoxy chloride, ruthenium-acety- 
lacetonato complex, ruthenium organic acid salt and ruthenium-nitrosyl complex on the carrier, treating by 
using a reducing agent, and oxidizing. 

21. The process according to claim 20 (2), wherein said process comprises the steps of supporting at least one ru- 
thenium compound selected from the group consisting of ruthenium halide, chlororuthenate salt, oxyruthenate salt, 
rutheniumoxychloride. ruthenium-ammine complex, chloride of ruthenium-ammine complex, ruthenium-acetylac- 
etonato complex, ruthenium organic acid salt and ruthenium-nitrosyl complex on a carrier, treating the supported 
one by using a reducing agent to form ruthenium having an oxidation number of 1 to less than 4 valence, and 
oxidizing. 

22. The process according to claim 20 (2), wherein said process comprises the steps of supporting at least one ru- 
thenium compound selected from the group consisting of ruthenium halide, chlororuthenate salt, oxyruthenate salt, 
rutheniumoxychloride, ruthenium-ammine complex, chloride of ruthenium-ammine complex, ruth en ium-acety fac- 
et onato complex, ruthenium organic acid salt and ruthenium-nitrosyl complex on a carrier, treating the supported 
one by using a basic compound, treating by using a reducing agent, and oxidizing 

23. The process according to claim 20 (2), wherein the reducing agent is a reducing compound. 

24. The process according to claim 20 (1) or (2), wherein said process comprises supporting ruthenium halide on a 
carrier, adding an alkali to the supported one. treating by using a reducing compound, adding an alkali metal 
chloride, and oxidizing, 

25. The process according to claim 20 (1) or (2), wherein said process comprises supporting ruthenium halide on a 
carrier, treating the supported one by using an alkali solution of a reducing compound, adding an alkali metal 
chloride, and oxidizing 

26. The process according to claim 20 (1), (2), (3) or (4), wherein the carrier is titanium oxide containing nol less than 
10% by weight of rutile titanium oxide. 

27. The process according to claim 20 (1 ), (2), (3) or (4). wherein the carrier is titanium oxide containing not less than 
30% by weight of rutile titanium oxide as a carrier. 

28. The process according to claim 20 (3) or (4), wherein said process comprises supporting a ruthenium compound 
on a carrier, reducing the supported one by using a reducing hydrogenated compound, and oxidizing. 
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29. The process according to claim 20 (3) or (4), wherein said process comprises supporting a ruthenium compound 
on a carrier, treating the supported one by using a reducing compound, and oxidizing. 

30. The process according to claim 20 (b) or (4),' wherein said process comprises supporting a ruthenium compound 
5 on a carrier, treating the supported one by using an alkali solution of a reducing compound, and oxidizing. 

31 . The process according to claim 20 (3). wherein the catalyst is a supported ruthenium oxide catalyst obtained by 
the steps which comprise supporting a ruthenium compound on a carrier, treating the supported one by using a 
reducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 

10 group in an amount of 0.1 x 10-^ to 30 x 10^ (mol/g-carrier) per unit weight of a carrier is used as the carrier. 

32. The process according to claim 20 (3), wherein the catalyst Is a supported ruthenium oxide catalyst obtained by 
the steps which comprise supporting a ruthenium compound on a carrier, treating the supported one by using a 
reducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 

15 group in an amount of 0.2 x 10^ to 20 x 10"^ (mol/g-carrier) per unit weight of a carrier is used as the carrier. 

33. The process according to claim 20 (3), wherein the catalyst is a supported ruthenium oxide catalyst obtained by 
the steps which comprise supporting a ruthenium compound on a carrier, treating the supported one by using a 
reducing compound or a reducing agent in a liquid phase, and oxidizing, wherein titanium oxide containing an OH 

20 group in an amount of 3 x 10"* to 1 5 x 10^ (mol/g-carrier) per unit weight of a carrier is used as the carrier. 

34. The process according to claim 20 (3) or (4), wherein the catalyst is obtained by supporting a ruthenium halide on 
carrier, treating the supported one by using a reducing compound, and oxidizing. 

35. The process according to claim 20 (3) or (4), wherein the catalyst is obtained by supporting a ruthenium halide on 
carrier, treating the supported one by using an alkali solution of a reducing compound, and oxidizing. 

36. A supported ruthenium oxide catalyst obtained by supporting on a titanium oxide carrier containing not less than 
20% by weight of rutile titanium oxide. 

30 

37. A catalyst according to claim 36, wherein the content of rutile titanium oxide is not less than 80% by weight. 

38. A catalyst according to claim 36 or 37, wherein the content of rutile titanium oxide is not less than 90% by weight. 

3S 39. A catalyst according to any one of claims 36 to 38, wherein titanium oxide containing an OH group in an amount 
of 0.1 X 10*^ to 30 X 10-* (mol/g-carrier) per unit weight of a carrier is used as the carrier. 

40. A catalyst according to any one of claims 36 to 39, wherein titanium oxide containing an OH group in an amount 
of 0.2 X 10-* to 20 X 10*^ (mol/g-carrier) per unit weight of a carrier is used as the carrier 

40 

41. A catalyst according to any one of claims 36 to 40, wherein titanium oxide containing an OH group in an anrraunt 
of 3 X 10-* to 10 X 10-* (mol/g-carrier) per unit weight o( a carrier is used as the carrier. 

42. A catalyst according to any one of claims 36 to 41, which is a supported ruthenium oxide catalyst obtained by 
45 supporting a ruthenium compound on a carrier, reducing the supported one by using a reducing hydrogenated 

compound, and oxidizing. 

43. A catalyst according to any one of claims 36 to 41, which is a supported ruthenium oxide catalyst obtained by 
supporting a ruthenium compound on a carrier, treating the supported one by using a reducing compound, and 

so oxidizing. 

44. A catalyst according to any one ol claims 36 to 41, which is a supported ruthenium oxide catalyst obtained by 
supporting a ruthenium compound on a carrier, treating the supported one by using an alkali solution of a reducing 
compound, and oxidizing. 

55 
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Fig. 1 
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Fig. 4 
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Fig. 5 
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Fig. 7 



Cumulative Intrusion vs Radius 
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Fig. 8 
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Fig. 9 
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